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[57) ABSTRACT

A photoconductive member, comprises a support for a
photoconductive member and an amorphous layer
which 1s constituted of silicon atoms as matrix contain-
ing at least one of hydrogen atom and halogen atom and
exhibits photoconductivity, said amorphous layer hav-
ing a layer region containing carbon atoms in at least a

part thereof, the content of the carbon atoms in said
layer region being distributed unevenly in the direction
of the thickness of said layer.

21 Claims, 14 Drawing Figures
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PROCESS OF IMAGING AN AMORPHOUS SI(C)
PHOTOCONDUCTIVE MEMBER

This is a division of application Ser. No. 335,464 filed
Dec. 29, 1981 now U.S. Pat. No. 4,539,283.

BACKGROUND OF THE INVENTION

1. Field of the invention

This 1nvention relates to a photoconductive member
having sensitivity to electromagnetic waves such as
light (herein used in a broad sense, including ultraviolet
rays, visible light, infrared rays, X-rays and gamma-
rays).

2. Description of the Prior Art

Photoconductive materials, which constitute image
forming members for electrophotography in solid state
image pick-up devices or in the field of image forma-
tion, or photoconductive layers in manuscript reading
devices, are required to have a high sensitivity, a high
SN ratio [photocurrent (I,)/Dark current (I)], spectral
characteristics corresponding to thcse of electromag-
netic waves to be irradiated, a good response to light, a
desired dark resistance value as well as no harm to
human bodies during usage. Further, in a solid state
image pick-up device, it 1s also required that the residual
image should easily be treated within a predetermined
time. In particular, in case of an image forming member
for electrophotography to be assembled in an electro-

photographic device to be used in an office as office
apparatus, the aforesaid harmless characteristic is very

important.

From the standpoint as mentioned above, amorphous
silicon (hereinafter referred to as a-Si) has recently
attracted attention as a photoconductive material. For
example, German Laid-Open Patent Publication Nos.
2746967 and 2855718 disclose applications of a-Si for
use 1n image forming members for electrophotography,
and U.K. Laid-Open Patent Publication No. 2029642 an
application of a-Si for use in a photoconverting reading
device. However, the photoconductive members hav-
ing photoconductive layers constituted of a-Si or prior
art have various electrical, optical and photoconductive
characteristics such as dark resistance value, photosen-
sitivity and response to light as well as environmental
characteristics in use such as weathering resistance and
humidity resistance, which should further be improved.
Thus, in a practical solid state image pick-up device,
reading device or an image forming member for electro-
photography, they cannot effectively be used also in
view of their productivity and possibility of their mass
production.

For instance, when applied in an image forming mem-
ber or a photographic device, residual potential is fre-
quency observed to remain during use thereof. When
such a photoconductive member is repeatedly used for
a long time, there will be caused various inconveniences
such as accumulation of fatigues by repeated uses or so
called ghost phenomenon wherein residual images are
formed.

Further, according to the experience by the present
inventors from a number of experiments, a-Si material
constituting the photoconductive layer of an image
forming member for electrophotography, while it has a
number of advantages, as compared with Se, CdS, ZnO
or organic photoconductive materials such as PVCz or
'TNF of prior art, is also found to have several problems
to be solved. Namely, when charging treatment is ap-
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plied for formation of electrostatic images on the photo-
conductive layer of an image forming member for elec-
trophotography having a photoconductive -member
constituted of a mono-layer of a-Si which has been
endowed with characteristics for use in a solar battery
of prior art, dark decay is markedly rapid, whereby it is
difficult to apply a conventional photographic method.
This tendency is further pronounced under a humid
atmosphere to such as extent in some cases that no
charge is retained at all before development.

Thus, it is required in designing of a photoconductive
material to make efforts to obtain desirable electrical,
optical and photoconductive characteristics along with
the improvement of a-Si materials per se and to make a
photoconductive member capable of obtaining stable
image-quality.

In view of the above points, the present invention
contemplates the achievement obtained as a result of
extensive studies made comprehensively from the
standpoints of applicability and utility of a-Si as a photo-
conductive member for image forming members for
electrophotography, solid state image pick-up devices
or reading devices. It has now been found that a photo-
conductive member elaborated to have a layer structure
comprising an amorphous layer exhibiting photocon-
ductivity, which is constituted of so called hydroge-
nated amorphous silicon, halogenated amorphous sili-
con or halogen-containing hydrogenated amorphous
silicon which is an amorphous material containing at
least one of hydrogen atom(H) and halogen atom(X) in
a matrix of silicon [hereinafter referred to comprehen-
sively as a-Si(H, X)), and prepared to have a specific
composition as described hereinafter, is not only usually
useful but also has characteristics superior in substan-
tially all respects to those of the photoconductive mem-
bers of prior art, especially markedly excellent charac-
teristics as a photoconductive member for electropho-
tography with respect to photosensitivity and stabiliza-
tion of image quality. The present invention is based on
such finding.

SUMMARY OF THE INVENTION

The primary object of the present invention is to
provide a photoconductive member having constantly
stable electrical, optical and photoconductive charac-
teristics, which is an all-environment type substantially
without limitations with respect to the environment
under which it 1s used, being markedly excelent in light-
resistant fatigue without deterioration after repeated
uses and free entirely or substantially from residual
potentials observed. .

Another object of the present invention is to provide
a photoconductive member, having a high photosensi-
tivity with a spectral sensitive region covering substan-
tially all over the region of visible light, and having aiso
a rapid response to light.

Still another object of the present invention is to
provide a photoconductive member, which is suffi-
ciently capable of bearing charges at the time of charg-
ing treatment of formation of electrostatic charges to
the extent such that a conventional electrophotographic
method can be applied when it is provided for use as an
image forming member for electrophotography, and

which has excellent electrophotographic characteristics
of which substantially no deterioration is observed even

under a highly humid atmosphere.
Further, still another object of the present invention
1s to provide a photoconductive member for electro-
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photography capable of providing easily a high quality
image which is high in density, clear in halftone and
high in definition.

According to the present invention, there is provided
a photoconductive member, comprising a support for a

photoconductive member and an amorphous layer [a-

Si(H, X)] which is constituted of silicon atoms as matrix
containing at least one of hydrogen atom(H) and halo-
gen atom(X) and exhibits photoconductivity, said amor-
phous layer having a layer region containing carbon
atoms in at least a part thereof, the content of the carbon
atoms in said layer region being distributed unevenly in
the direction of the thickness of said layer.

BRIEF DESCRIPTION OF THE DRAWINGS

In the drawing,
FIG. 1 shows a schematic sectional view of a pre-

ferred embodiment of the photoconductive member

according to the present invention;

FIGS. 2 through 12 schematic illustrations indicating
distribution profiles of carbon atoms in the amorphous
layers of preferred embodiments of the photoconduc-
tive members according to the present invention, re-
spectively;

FIG. 13 a schematic sectional view of the layer struc-
ture of another preferred embodiment of the photocon-

ductive member according to the present invention; and

FIG. 14 a schematic flow chart for illustration of one
example of device for preparation of the photoconduc-
tive member according to the present invention.

DESCRIPTION OF THE PREFERRED
EMBODIMENTS

Referring now to the drawing, the photoconductive
members according to the present invention are to be
described in detail below.

FIG. 1 shows a schematic sectional view for illustra-
tion of a typical exemplary constitution of the photo-
conductive member of this invention.

The photoconductive member 100 as shown 1n FIG.
1 comprises a support 101 for photoconductive mem-
ber, a barrier layer 102, which may optionally be pro-
vided on said support as an intermediate layer, and an
amorphous layer 103 exhibiting photoconductivity, said
amorphous layer having a layer region containing car-
bon atoms in at least a part thereof, the content of car-
bon atoms in said layer region being distributed un-
evenly in the direction of thickness of the layer.

The photoconductive member designed to have the
layer structure as described above has overcome all of
the problems as mentioned above and exhibits excellent
electrical, optical and photoconducitve characteristics
as well as good adaptability for environments during
usage.

In particular, when it is applied as an image forming
member for electrophotography, it has good charge
bearing capacity during charging treatment without
influence of residual potential on the image formation,
and its electrical properties are stable even in 2 high
humid atmosphere. Moreover, it is highly sensttive and
has a high SN ratio as well as good performance of
repeated uses, thus being capable of giving constantly
visible images of high quality with high density, clear
halftone and high resolution.

The support 101 may be either electroconductive or
insulating. As the electroconductive material, there
may be metnioned metals such as NiCr, stainless steel,
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Al, Cr, Mo, Au, Nb, Ta, V, Ti, Pt, Pd, etc. or alloys
thereof.

As insulating supports, there may conventionally be
used films or sheets of synthetic resins, including poly-
esters, polyethylene, polycarbonates, cellulose acetate,
polypropylene, polyvinyl chloride, polyvinylidene
chloride, polystyrene, polyamides, etc., glasses, ceram-
ics, papers and the like. These insulating supports may
suitably have at least one surface subjected to electro-
conductive ireatment, and it is desirable to provide
other layers on the side at which said electroconductive
treatment has been applied.

For example, electroconductive treatment of a glass
can be effected by providing a thin film of NiCr, Al, Cir,
Mo, Au, Ir, Nb, Ta V, - Ti, Pt, Pd, InaP3 sp02, ITO(In-
203+Sn07) thereon. Alternatively, a synthetic resin
film such as poylester film can be subjected to the elec-
troconductive treatment on its surface by vapor deposi-
tion, electron-beam deposition or sputtering of a metal
such as NiCr, Al, Ag, Pb; Zn, Ni, Au, Cr, Mo, Ir, Nb,
Ta, V, Ti, Pt, etc. or by laminating treatment with said
metals. The support 101 may be shaped in any form
such as cylinders, belts, plates or others, and its form
may be determined as desired. For example, when the
photoconductive member 100 in FIG. 1 1s to be used as
an image forming member for electrophotography, it
may desirably formed into an endless belt or a cylinder
for use in continuous high speed copying. The support
101 may have a thickness, which is conveniently deter-
mined so that a photoconductive member as desired
may be formed. When the photoconductive member 1s
required to have a flexibility, the support 1s made as thin
as possible, so far as the function of a support can be
exhibited. However, in such a case, the thickness 1s
generally 10p or more from the points of fabrication
and handling of the support as well as its mechanical
strength.

The barrier layer 102 has the function of barring
effectively injection of free carriers into the side of the
amorphous layer 103 from the side of the support 101
and permitting easily the photocarriers generated by
irradiation of electromagnetic waves in the amorphous
layer 103 and migrating toward the support 101 to pass
therethrough from the side of the amorphous layer 103
to the side of the support 101.

While the barrier layer 102 can be provided to give
the function as described above, it is not absolutely
required in the present invention to provide such a
barrier layer 102 only if the function similar to that of
the barrier layer 102 can be exhibited sufficiently at the
interface between the support 101 and the amorphous
layer 103 when the amorphous layer 103 is provided
directly on the support 101. |

The barrier layer 102, which is formed so as to have
the function as described above exhibited to its full
extent, may also desirably be formed so as to provide
mechanical and electrical contactness and adhesion
between the support 101 and the amorphous layer 103.
As the material constituting the barrier layer 102, most
materials can be adopted so long as they can give the
various characteristics as mentioned above as desired.

Among such materials, those specifically mentioned
as effective materials for the present invention may
include amorphous materials containing at least one
kind of atom selected from the group consisting of car-
bon(C), nitrogen(N) and oxygen(0), optionally together
with at least one of hydrogen atom and halogen atom, in
a matrix of silicon atoms [these are referred to compre-
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hensively as a-[S1(C, N)1x]y (H, X)1-p (where 0<x <1,
0<y<1)]; electrically insulating metal oxides, electri-
cally insulating organic compounds; or the like.

In the present invention, in case of the materials con-
taiming halogen atoms(X) among those constituting the
abovementioned barrier layer 102, the halogen atom
may preferably be F, Cl, Br or I, especially F or CL

Typical examples of the amorphous materials as men-
tioned above effectively used for constituting the bar-
rier layer 102 may include, for example, carbon type
amorphous materials such as a-S1,Cy.4, a-(S1pC1.5)cH1.cs
a-(S17C1.d)eXi-e, a-(Si/C1.pe(H+X)1.o; nitrogen type
amorphous matenals such as a-(Si5Nj.5, a-(S1;N1.;)H1.,
a-(S1tN1.1)iX1-1, a-(SimNi-m)n(H+X)1.n; 0xXygen type
amorphous materials such as a-51,01.9, 2-(S81,01.5)7H 1.4,
a-(81,01.r)sX1.5,  a~(Si/01.)u(H+X)1.4; etc. Further,
there may also be mentioned amorphous materials con-
taining at least two or more kinds of atoms of C, N and
O as constituent atoms in the amorphous materials as set
forth above (where 0<a, b, c,d, e, f, g, h, 1, j,k, 1, m, n,
o,pqTrst ugl).

These amorphous matertals may suitably be selected
depending on the properties required for the barrier 102
by optimum design of the layer structure and easiness in
consecutive fabrication of the amorphous layer 103 to
be superposed on said barrier layer 102. In particular,
from standpoint of properties, nitrogen type and oxygen
type amorphous materials, especially oxygen type
amorphous materials may preferably be selected.

The barrier layer 102 constitured of an amorphous
materials as mentioned above may be formed by the
glow discharge method, the sputtering method, the ion
implantation method, the ion plating method, the elec-
tron-beam method or the like.

When the barrier layer 102 is formed according to the
glow discharge method, the starting gases for formation
of the aforesaid amorphous material, which may be
admixed, if necessary, with a diluting gas at a desired
mixing ratio, are introduced into the chamber for vac-

uum deposition, and the gas introduced is converted to
- a gas plasma by excitation of glow discharge in said gas
thereby to deposit the substance for forming the afore-

said amorphous material on the support 101.

In the present invention, the substances effectively
used as the starting materials for formation of the bar-
rier layer 102 constituted of carbon type amorphous
materials may include silicon hydride gases constituted
of St and H atoms such as silanes, as exemplified by
S1iH4, SioHg, Si3Hg, S14H g, etc., hydrocarbons consti-
tuted of C and H atoms such as saturated hydrocarbons
having 1 to 5 carbon atoms, ethylenic hydrocarbons
haviag 2 to 5 carbon atoms or acetylenic hydrocarbons
having 2 to 4 carbon atoms. More specifically, typical
examples are saturated hydrocarbons such as me-
thane(CHay), ethane(CyHg), propane(CiHg), n-butane(n-
C4Hi0), pentane(CsH13), and the like; ethylenic hydro-
carbons such as ethylene(C>Hs), propylene(Cs;Hg), bu-
tene-1(CsHg, butene-2(CsHy), 1sobutylene(CsHg), pen-
tene(CsH1g), and the like; and acetylenic hydrocarbons
such as acetylene(C;H3), methylacetylene(C3Hy),
butyne C4Hs), and the like.

Typical examples of the starting gas constituted of Si,
C and H are alkyl silanes such as Si{CHj3)4, Si(CoHs)4
and the like. In addition to these starting gases, Hy can
of course be effectively used as the starting gas for
introduction of hydrogen atoms(H).

Among the starting gas for formation of the barrier
layer 102 constituted of carbon type amorphous materi-
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6

als containing halogen atoms, the starting materials for
supplying halogen atoms may include single substances
of halogen, hydrogen halides, interhalogen compounds,
silicon halides, halogen-substituted silicon hydrides, etc.
More specifically, there may be included single sub-
stances of halogen such as halogenic gases of fluorine,

chlorine, bromine and 1odine; hydrogen halides such as
HF, HI, HCl, HBr, etc.; interhalogen compounds such
as BrF, CIF, ClF;, CiFs, BrF;, BrF;, IF5, IFs, ICI, IBr,
etc.; stlicon halides such as SiF4, Si;F¢, SiCly, SiCl3Br,
SiClyBra, SiClBr3, SiClil, SiBrs, etc.; halogen-sub-
stituted silicon hydrides such as SiH;F;, SiH>Cl,,
S1tHCl3, SiH3Cl, SitH3Br, SiH>Br), SiHBr3,

In addition to those mentioned above, there are halo-
gen-substituted paraffinic hydrocarbons such as CClg,
CHF;, CHyF», CHsF, CH3Cl, CH3Br, CH3l, CoH;Cl,
etc.; fluorinated sulfur compounds such as SF4, SF,
etc.; alkyl silanes such as Si(CH3)4, S1(C2Hs)4, etc.; and
halogen-containing alkyl silanes such as SiCl(CHaj)s,
S1Cl>(CH3),, SiCl3CH3, etc.

These substances for forming barrier layer may be
selected and used as desired in formation of the barrier
layer so that silicon atoms, carbon atoms and, if neces-
sary, halogen atoms and hydroben atoms may be incor-
porated at a desirable composition ratio in the barrier
layer formed. For example, it is possible to form a bar-
rier constituted of a-(Si/Cy-)e(X+H)j.¢ by intorducing
Si(CHs)s, which can incorporate silicon atoms, carbon
atoms and hydrogen atoms easily and can form a barrier

layer of desired properties, together with acompound for
incorporation of halogen atoms such as Si1HCls,

S1Cls, SiHLClh, SiH3Cl, or the like at a suitable mixing

ratio 1n a gaseous state into a device system for forma-

tion of the barrier layer, followed by excitation of glow
discharge therein.

When the glow discharge method is adopted for
constitution of the barrier layer 102 with a nitrogen type
amorphous material, a desired material may be selected
from those mentioned above for formation of the bar-
rier layer and the starting material for supplying nitro-
gen atoms may be used in addition thereto. Namely, as
the starting materials which can effectively be used as
starting gases for supplying nitrogen atoms in forming
the barrier layer 102, there may be mentioned com-
pounds constituted of N or N and H including gaseous
or gasifiable nitrogen, nitrides and azides, as exemplified
by nitrogen(N>), ammonia(NH3), hydrazine(H;NINH3),
hydrogen azide (HN3), ammonium azide(NHsN3), and
so on. In addition 1t 1s also possible to use a nitrogen
halide compound which can incorporate both nitrogen
atoms and halogen atoms, such as nitrogen tri-
fluoride(F3N), nitrogen tetratluoride , and the like.

When the glow discharge method is adopted for
constituting the barrier layer 102 with an oxygen type
amorphous material, a desirable substance is selected
from those for formation of the barrier layer as men-
tioned above and a starting material which can be a
starting gas for supplying oxygen atoms may be used in
combination. That is, as the starting materials which can
be effectively used as starting gases for supplying oxy-
gen atoms i1n formation of the barrier layer 102, there
may be mentioned oxygen(O3), ozone(O3), disilox-
ane(H3Si10SiH3), trisiloxane(H3S10SiH20OSi1H3), etc.

Other than these starting materials for formation of
the barrier layer, there may also be mentioned, for ex-
ample, carbon monoxide(CO), carbon dioxide(CO»),
dinitrogen oxide(N2O), nitrogen monoxide(NO), dini-
trogen trioxide(N>2QO3, nitrogen dioxide(NO3), dinitro-
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gen tetraoxide(N204, dinitrogen pentoxide (N20s) ni-
trogen trioxide(NO3), and the like.

- As described above, when forming a barrier layer 102
according to the glow discharge method, the starting
materials for formation of the barrier layer are suitably
selected from those mentioned above so that the barrier
layer having the desired characteristic, which is consti-
tuted of desired materials, can be formed. For example,
when using the glow discharge method, there may be
employed a single gas such as Si(CHj3)4, SiClh(CH3))
and the like, or a gas mixture such as SiH4-N20 system,
SiH4-O)(-Ar) system, SiH4-NO> system, SiH3-O3-N>
system, SiCl4-NO-H; system, SiH4-NH3 system, SiCly-
NH4 system, SiHs-Nj> system, SiHg-NH3-NO system,
S1(CH3)4-S1iH4 system, SiCl2(CH3)2-S1Hy4 system, etc. as
the starting material for formation of the barrier layer
102. |

Alternatively, the barrier layer 102 can be formed
according to the sputtering method by using a single
crystalline or polycrystalline S1 wafer, C wafer or a
wafer containing Si and C mixed therein as target, and
effecting sputtering of these in various atmospheres.
For example, when Si wafer is used as target, the start-
ing gas for introduction of carbon atoms(C) and hydro-
gen atoms(H) or halogen atoms(X) which may option-
ally be diluted with a diluting gas, if desired, are intro-
duced into the deposition chamber for sputter to form a
gas plasma of these gases and effect sputtering of the
aforesaid Si wafer. As other methods, by use of separate
targets of S1 and C, or one sheet of a mixture of Si and
C, sputtering can be effected in a gas aimosphere con-
taining at least hydrogen atoms(H) or halogen
atoms(X).

As the starting gases for incorporation of carbon
atoms, hydrogen atoms or halogen atoms in the barrier
layer formed, the aforesaid starting gases as shown in
the glow discharge method may also be useful in the
sputtering method.

For formation of a barrier layer 102 constituted of a
nitrogen type amorphous material according to the
sputtering method, a single crystalline or polycrystal-
line S1 wafer or Si3N4 wafer or a wafer containing Si
and Si3zNs mixed therein may be used as target and
sputtering may be effected in various gas atomospheres.

For example, when Si wafer is used as target, a start-
ing gas for introduction of nitrogen atoms optionally
together with a starting gas for incorporation of hydro-
gen atoms and/or halogen atoms, for example H; and
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desired, 1s mntroduced into a deposition chamber for
sputter, in which gas plasma of these gases is formed
and the aforesaid Si wafer is subjected to sputtering.

Alternatively, with the use of Si and Si3Ng a5 separare
targets or with the use of a target of one sheet of a mixture of Si and Si3N4,
sputtering may be effected in a diluted gas atmosphere
as a gas for sputter or in a gas atmosphere containing at
ieast one of H atoms and X atoms.

As the starting gas for introduction of nitrogen atoms

>3

(N), there may be employed those for introduction of 60

nitrogen atoms(N) among the stariing materials, as
shown in examples for formation of the barrier layer by
the glow discharge method as effective gases alse in
case of sputtering.

For formation of a barrier layer 102 constituted of an
oxygen type amorphous material according to the sput-
tering method, a single crystalline or polycrystalline Si
wafer or S10; wafer or a wafer containing S1 and Si10»
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mixed therein may be used as target and sputtering may
be effected 1n various gas atmospheres.

For example, when S1 wafer is used as target, a start-
ing gas for introduction of oxygen atoms optionally
together with a starting gas for incorporation of hydro-
gen atoms and/or halogen atoms, for example, SiH4 and
O3, or Oy, which may be diluted with a diluting gas if
desired, is introduced into a deposition chamber for
sputter, in which gas plasma of these gases is formed
and the aforesaid Si wafer is subjected to sputtering.

Alternatively, with the use of Si and SiO; as separate
targets or with the use of a target of one sheet of a
mixture of Si and SiO,, sputtering may be effected in a
diluted gas atmosphere as a gas for sputter or in a gas
atmosphere containing at least one of H atoms and X
atoms.

As the starting gas for introduction of oxygen
atoms(Q) there may be employed those for introduction
of oxygen atoms(Q) among the starting materials, as
shown in examples for formation of the barrier layer by
the glow discharge method, as effective gases also in
case of sputtering.

As the diluting gas to be employed in forming the
barrier layer 102 according to the glow discharge
method or the sputtering method, there may included
so called rare gases such as He, Ne, Ar, and the like as
suitable ones.

When the barrier layer 102 is constituted of the amor-
phous material as described above, it is formed carefully
so that the characteristics required may be given exactly
as described.

That 1s, a substance constituted of Si and at least one
of C, N and O, and optionally H or/and X can take
various forms from crystalline to amorphous and elec-
trical properties from conductive through semi-conduc-
tive to insulating and from photoconductive to non-
photoconductive depending on the preparation condi-
tions. In the present invention, the preparation condi-
tions are severely selected so that there may be formed
non-photoconductive amorphous materials at least with

respect to the light in so called visibie region.

Since the function of the amorphous barrier layer 102
is to bar injection of free carriers from the side of the
support 101 into the amorphous layer 103, while permit-
ting easily the photocarriers generated in the amor-
phous layer 103 to be migrated and passed therethrough
to the side of the support 101, it is desirable that the
above-mentioned amorphous materials are formed to
exhibit electrically insulating behaviours at least in the
visible light region.

The barrier layer 102 is formed also to have a mobil-
ity value with respect to passing carriers to the exient
that photocarriers generated in the amorphous layer 103
can pass easily through the barrier layer 102.

As another critical element in the conditions for prep-
aration of the barrier layer 102 from the amorphous
material having the characteristics as described above,
there may be mentioned the support temperature during
preparation thereof.

In other words, in forming a barrier layer 102 consti-
tuted of the aforesaid amorphous material on the sur-
face of the suuport 101, the support temperature during
the layer formation is an important factor affecting the
structure and characteristics of the layer formed. In the
present invention, the support iemperature during the
layer formation 1s severely controlled so that the afore-
satd amorphous material having the intended character-
1stics may be prepared exactly as desired.
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The support temperature during formation of the
barrier layer 102, which is selected conveniently within
an optimum range depending on the method employed
for formation of the barrier layer 102, is generally from
20° to 300° C., preferably 50° to 250° C. For formation
of the barrier layer 102, it is advantageous to adopt the
glow discharge method or the sputtering method, since
these methods can afford severe controlling of the
atomic ratios constituting each layer or layer thickness
with relative ease as compared with other methods,
when forming consecutively the amorphous layer 103
on the barner layer 102 in the same system, and further

a third layer formed on the amorphous layer 102, if

desired. In case of forming the barrier layer 102 accord-
ing to these layer forming methods, the discharging
power and the gas pressure during layer formation may
also be mentioned similarly to the support temperature
as described above, as important factors influencing the
characteristics of the barrier layer to be prepared.

The discharging power conditions, for preparing the
barrier layer 102 having the characteristics to achieve
the intended purpose effectively with good productiv-
ity, 1s generally 1 to 300 W, preferably 2 to 150 W. The
gas pressure in the deposition chamber is generally
3 10—3 to 5 Torr, preferably 8 X 10 —3 to 0.5 Torr.

The contents of carbon atoms, nitrogen atoms, oxy-
gen atoms, hydrogen atoms and halogen atoms in the
barrier layer 102 are important factors, similarly to the

conditions for preparation of the barrier layer 102, for

forming the barrier layer provided with desired charac-
teristics.

In forming the barrier 102 constituted of a-SiCj.q,
the content of carbon atoms based on silicon atoms may

generally 60 to 90 atomic %, preferably 65 to 80 atomic

%, most preferably 70 to 75 atomic %, namely in terms
of representation by the index a, 0.1 to 0.4, preferably
0.2 to 0.35, most preferably 0.25 to 0.3. In case of the
constitution of a-(8ipCi.5)cHi.c, the content of carbon
atoms 1S generally 30 to 90 atomic %, preferably 40 to
90 atomic % most preferably 50 to 80 atomic %, and the
content of hydrogen atoms generally 1 to 40 atomic %,
preferably 2 to 35 atomic %, most preferably 5 to 30
atomic %, namely In terms of representations by the
indexes b and ¢, b being generally 0.1 to 0.5, preferably
0.1 to 0.35, most preferably 0.15 to 0.3, and ¢ being
generally 0.60 to 0.99, preferably 0.65 to 0.98, most
preferably 0.7 to 0.95. In case of the constitution of
a-(S17C1-g)eX1-¢ Or a-(Si/C1.f)e(H+X)1-0, the content of
carbon atoms 1s generally 40 to 90 atomic %, preferably
50 to 90 atomic %, most preferably 60 to 80 atomic %,
the content of halogen atoms or the sum of thescontents
of halogen atoms and hydrogen atoms generally 1 to 20
atomic %, preferably 1 to 18 atomic %, most preferably
2 to 15 atomic %, and the content of hydrogen atoms,
when both halogen atoms and hydrogen atoms are con-
tained, is generally 19 atomic % or less, preferably 13
atomic % or less, namely in terms of representation by
d, e, fand g, d and f are generally 0.1 to 0.47, preferably
0.1 to 0.35, most preferably 0.15 to 0.3, e and g 0.8 to
0.99, preferably 0.85 to 0.99, most preferably 0.85 to
0.98.

When the barrier layer 102 is constituted of a nitro-
gen type amorphous material, the content of nitrogen
atoms based on silicon atoms in case of a-SizNi.; 1S
generally 43 to 60 atomic %, preferably43 to 50 atomic

%, namely in terms of representation by h, generally
0.43 to 0.60, preferably 0.43 to 0.50.
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In case of the constitutuon of a-(Si;N1.;);H1.;, the con-
tent of nitrogen atoms is generally 25 to 50 atomic %,
preferably 35 to 55 atomic %, and the content of hydro-
gen atoms generally 2 to 35 atomic %, preferably 5 to 30
atomic %, namely in terms of representation by i and j,
1 being generally 0.43 to 0.6, preferably 0.43 to 0.5 and
J generally 0.65 to 0.98, preferably 0.7 to 0.95. In case of
the constitution of a-(SigN1.x):Xi1 or a-(SimNi
m)n(H -+ X)1.5, the content of nitrogen atoms is generally
30 to 60 atomic %, preferably 40 to 60 atomic %, the
content of halogen atoms or the sum of contents of
halogen atoms and hydrogen atoms generally 1 to 20
atomic %, preferably 2 to 15 atomic 9%, and the content
of hydrogen atoms, when both halogen atoms and hy-
drogen atoms are contained, generally 19 atomic % or
less, preferably 13 atomic % or less, namely in terms of
representation by k, 1, m and n, k and m being generally
0.43 to 0.60, preferably 0.43 to 0.49, and 1 and n gener-
ally 0.8 to 0.99, preferably 0.85 to 0.98.

When the barrier layer 102 is constituted of an oxy-
gen type amorphous material, the content of oxygen
atoms 1 the barrier layer 102 constituted of a-Si,Q1.,
based on silicon atoms 1s generally 60 to 67 atomic %,
preferably 63 to 67 atomic %, namely in terms of repre-
sentation by o generally 0.33 to 0.40, preferably 0.33 to
0.37. In case of the constitution of a-(Si,O1.p);H1.4, the
content of oxygen atoms in the barrier layer 102 is gen-
erally 39 to 66 atomic %, preferably 42 to 64 atomic %,

and the content of hydrogen atoms generally 2 to 35

atomic %, preferably 5 to 30 atomic %, namely in terms
of representation by p and q, p being generally 0.33 to

0.40 preferably 0.33 0.37 and q generally 0.65 to 0.98,
preferably 0.70 to 0.95. When the barrier layer 102 is
constituted of a-(8i,01.,)sX1.s or a-(Sif01.9)u(H+X)1-4,
the content of oxygen atoms in the barrier layer 102 is
generally 48 to 66 atomic %, preferably 51 to 66 atomic
%, the content of halogen atoms or the sum of contents
of halogen atoms and hydrogen atoms, when hydrogen
atoms further are contained, generally 1 to 20 atomic %,
preferably 2 to 15 atomic %, with the content of hydro-
gen atoms, when both halogen atoms and hydrogen
atoms are contained, being 19 atomic % or less, prefera-
bly 13 atomic % or less. As represented in terms of r, s,
t and u, r or t 1s generally 0.33 to 0.40, preferably (.33
0.37, and s or u generally 0.80 to 0.99, preferably 0.85 to
0.98.

As the electically insulating metal oxides for consti-
tuting the barrier layer 102, there may preferably by
mentioned A3, BeO, CaO, Cr03, P05, ZrQO»,
HfO3, GeO3, Y203, TiO2, Ce203, Me0, Me0.41203, SiO2.-
MgQO, etc. A mixture of two or more kinds of these
compounds may also be used to form the barrier layer
102.

The barrier layer 102 constituted of an electrically
insulating metal oxide may be formed by the vacuum
deposition method, the CVD (chemical vapor deposi-
tion) method, the glow discharge decomposition me-
thod,.the sputtering method, the ion implantation
method, the ion plating method, the electron-beam
method or the like.

For formation of the barrier layer 102 by the sputter-
ing method, for example, a wafer for formation of an
barrier layer may be used as target and subjected to
sputtering in an atmosphere of various gases such as He,
Ne, Ar and the like.

When the electron-beam method is used, there is
placed a starting material for formation of the barrier
layer in a boat for deposition, which may in turn be
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irradiated by an electron-beam to effect vapor deposi-
tion of said material.

The barrier layer 102 1s formed to exhibit electric
insulating behavior, since the barrier layer 102 has the
function of barring effectively penetration of carriers
into the amorphous layer 103 from the side of the sup-
port 101 and permitting easily the photocarriers gener-
ated in the amorphous layer 103 and migrating toward
the support 101 to pass therethrough from the side of
the amorphous layer 103 to the side of the support 101.

The numerical range of the layer thickness of the
barrier layer is an important factor to achieve effec-
tively the above-mentioned purpose. In order words, if
the layer thickness is too thin, the function of barring
injection of free carriers from the side of the support 101
into the amorphous layer 103 cannot sufficiently be
fulfilled. On the other hand, if the thickness is too thick,
the probability of the photo-carriers generated in the
amorphous layer 103 to be passed to the side of the
support 101 is very small. Thus, in any of the cases, the
objects of this invention cannot effectively be achieved.

In view of the above points, a thickness of the barrier
layer 102 is generally in the range of from 30 to 1000 A,
preferably from 50 to 600 A for achieving the objects of
the present invention.

In the present invention, in order to achieve iis 0b-
jects effectively, the amorphous layer 103 provided on
the support 101 is constituted of a-Si(H, X) having the
semiconductor characteristics as shown below, and
further subjected to doping with carbon atoms distrib-
uted 1n the direction of the layer thickness in a fashion
as heremafter described:

1. p-type a-Si(H, X) . . . containing only acceptor; or
containg both donor and acceptor with relatively
higher concentration of acceptor(INa);

2. p3! -type a-Si(H, X) . . . in the type of 1, that con-
taining acceptor with lower acceptor concentration
(Na) than 1, when containing only acceptor, or contain-
ing acceptor with relatively lower concentration as
compared with 1, when containing both acceptor and
donor;

3. n-type a-Si(H, X) . . . containing only donor; or
containing both donor and acceptor with relatively
higher concentration of donor (Nd);

4. n31 -type a-Si(H, X) . . . in the type of 3, that con-
taining doner at lower donor concentration (Nd) than 3,
when containing only donor, or containing doner with
relatively lower concentration as compared with 3,
when containing both acceptor and donor;

5. 1-type a-Si(H, X) . . . Na=Nd=0 or Na=Nd.

In the present invention, typical examples of halogen
atoms (X) contained in the amorphous layer 103 are
fluorine, chlorine, bromine and iodine, and fluorine and
chlorine are particularly preferred.

In the amorphous layer in the photoconductive mem-
ber according to the present invention, there is pro-
vided a layer region containing carbon atoms which are
distributed evenly within a plane substantially parallel
to the surface of the support but unevenly in the direc-
tion of layer thickness. According to a preferred erm-
bodiment, in addition to this specific feature, carbon
atoms are more enriched on the side of the surface op-
posite to the support (i.e. the side of the free surface 104
in FIG. 1), so that the maximum value C;,4x of its distri-
bution content may be located at the aforesaid surface
or in the vicinity thereof.

In FIGS. 2 through §, there are shown typical exam-
ples of distributions of carbon atoms in the layer thick-
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ness direction of amorphous layer contained in the
amorphous layer of a photoconductive member having
such carbon atom content distribution. In FIGS. 2
through §, the axis of ordinate shows the layer thickness
t of the amorphous layer 103, tp indicating the positions
of the interface (lower surface) between the axorphous
layer 103 and other material such as the support 101, the
barrier layer 102, and the like, and t; the position of the
interface {upper surface)(the same position as the free
surface 104 in FIG. 1) of the amorphous layer 103 in the
side of the free surface 104, wherein the layer thickness
t increases from tg toward ts; while the axis of abscissa
shows the disrtribution content of carbon atoms, C, at
any position in the layer thickness direction in the amor-
phous layer 103, wherein the increase of distribution
content is indicated in the direction of the arrowhead
and C,,,x indicates the maximum distribution content of
carbon atoms at a certain position in the direction of the
thickness layer of the amorphous layer 103.

In the embodiment as shown in FIG. 2, the content of
carbon atoms contained in the amorphous layer 103 is
distributed in said layer 103, in such a way that the
content of carbon atoms i1s monotonically continuously
increased from the lower surface position tg toward the
upper surface position t; until reaching the maximum
distribution amount C,,;x at the position t1, and thereaf-
ter, in the interval to the surface position t;, the value
Cmax 1s maintained without change in the distribution
content, C.

When the photoconductive member 100 prepared has
an amorphous layer 103 having a free surface 104 as
shown in FIG. 1, it is possible to increase the content of
carbon atoms in the vicinity of the upper surface post-
tion t; by far greater than in other regions thereby to
impart improved charge bearing capacity to the free
surface 104. In this case, such a layer region functions as
a kind of so called barrier layer.

Thus, an upper barrier layer can be formed in the
axorphous layer 103 by enriching extremely the content
of carbon atoms in the vicinity of the free surface 104 of
the amorphous layer 103 as compared with other layer
regions. Alternatively, it is also possible to form an
upper layer on the surface of the amorphous layer 103
by use of materials having the same characteristics as
those of materials constituting the barrier layer 102. The
upper layer in this case may suitably be 30 Ato5 L,
preferably 50 A to pATH

In the embodiment as shown in FIG. 3, in the layer
region at the lower part between tg and t3, there 1s con-
tained no or less than detectable limit of carbon atom.
From the position t; to t3, the distribution content of
carbon atoms is increased monotonically as the first-
order function or approximately the first-order func-
tion, until it reaches the maximum distribution amount
Cmax at the position t3. In the layer region between i3
and t;, carbon atoms are contained uniformly in the
maximum disiribution content of Cyuax.

Thus, in FIG. 3, the drawing is depicted as if no
carbon was contained at all in the interval between tg
and t;. This is because an amount of carbon atoms, if
any, less than the detectable limit is dealt with similarly
as no carbon content.

Accordingly, in the present invention, the layer re-
gion indicated as carbon content of 0 (for example, the
layer region between tg and tz in FIG. 3) contains no
carbon atom at all or contains carbon atoms only in an
amount of less than the detectable limit. The detectable
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limit of carbon atoms at our present level of technology
1s 10 atomic ppm based on silicon atoms.

In the embodiment as shown in FIG. 4, at the lower
layer region (between tgand t4) in the amorphous layer
103, carbon atoms are contained uniformly and evenly
with its distribution content C being constantly Cj,
while in the upper layer region (between t4 and t;),
carbon atoms are distributed uniformly and evenly at
the maximum distribution content C,,4x, thus providing
incontinuously different distribution contents C in
lower and upper layer regions, respectively.

In the embodiment as shown in FIG. 5, carbon atoms
are contained at a constant distribution content C; from
the lower surface position tg to the position ts in the
amorphous layer 103, and the distribution content of
carbon atoms i1s gradually increased from the position ts
to the position tg, from which the distribution content of
carbon atoms 1s abruptly increased to the upper surface
position ts, at which it reaches the maximum distribution
content Cax.

As described above, as a preferred embodiment of the
photoconductive member according to the present in-
vention, it 1s desirable that carbon atoms are contained
in the amorphous layer 103 so that the carbon atoms
may be distributed with distribution contents increas-

ingly as nearer to the upper surface position t;, in order
to obtain a high photosensitization and stable image

characterstics.

In case of such distributions as shown in the embodi-
ments in FIG. 2 through §, wherein the carbon atoms
contained in the amorphous layer 103 are distributed in
the layer thickness direction with more enrichment on
the side opposite to the support 101, the total content of
carbon atoms C; contained in the whole layer region is
generally 0.005 to 30 atomic % based on silicon atoms,
and the maximum distribution content C,,;x at the sur-
face or in the vicinity of said surface opposite to the
support 101 in said layer region is generally 0.03 to 90
atomic %, preferably 0.05 to 90 atomic %, most prefera-
bly 0.1 to 90 atomic %.

In the preferred embodiments of the photoconduc-
tive members of this invention as shown in FIG. 2
through FIG. §, the intended object of the present in-
vention can be effectively accomplished by adding car-
bon atoms into the amorphous layer 103 according to a
desired distribution function so that the carbon atoms
contained in the amorphous layer 103 may be distrib-
uted unevenly in the layer thickness direction of the
amorphous layer 103, and while having the maximum
distribution content C,,4x the upper surface position tsor
In the vicinity of t;, the distribution content being de-
creased from the upper surface position t; toward the
lower surface position to. Further, the total content of
carbon atoms in the whole amorphous layer is also
important to accomplish the objects of the present in-
vention. -

The total amount of carbon atoms contained in the
amorphous layer is generally within the range as speci-
fied above, but it is preferably 0.005 to 20 atomic %
relative to silicon atoms, most preferably 0.005 to 10
atomic %.

In FIGS. 6 through 12, there is shown another pre-
ferred embodiment of the photoconductive member of
this invention, having at least a layer region, in which
carbon atoms contained in the amorphous layer 103 are
substantially untformly distributed in planes approxi-
mately parallel to the surface of the support but distrib-
uted unevenly in the thickness direction of the layer, the
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carbon atoms being distributed more enriched on the
side of the surface at which the support 101 is provided
than in the central portion of said layer region.

In the embodiment as shown in FIGS. 6 through 12,
as distinguished from the embodiment as shown in
FIGS. 2 through §, the amorphous layer 103 has at least
a layer region, having the peak of distribution of carbon
atoms at the surface on the side at which the support
101 1s provided or in the vicinity of said surface.

The meanings of the ordinate and abscissa axes in
FIGS. 6 through 12 are the same as in FIGS. 2 through
Y, and the carbon content indicated as O means that the
content of carbon atoms is substantially O, as described
previously with respect to FIGS. 2 through 5. And, the
fact that the content of carbon atoms is substantially O
means that the amount of carbon atoms in the portion of
the layer region is less than the detectable limit as de-
scribed above, thus including the case wherein carbon
atoms are actually contained in an amount less than the
detectable limit.

In the embodiment as shown in FIG. 6, the content of
carbon atoms in the amorphous layer 103 is distributed
through said layer 103 such that the distribution content
from the lower surface position tp to the position t; is

constantly Cj, and the distribution content is decreased
as a first-order function from the distribution content

C, from the position t; to the upper surface position t;,
until the content of carbon atoms become substantially
O on reaching the upper surface position t;.

In the embodiment of FIG. 6, by increasing ex-
tremely the distribution content C between the layer
thickness positions tg and tj, the amorphous layer 103
can be sufficiently endowed with the function of a bar-
rier layer at its lower surface layer region.

In the embodiment as shown in FIG. 7, the distribu-
tion of carbon atoms contained in the amorphous layer
103 1s such that the distribution content Cji is constant

from the lower surface position tg to the position ti, and
the distribution content is gradually decreased with a
gentle curve from the position t; toward the upper sur-
face position t;. -

In the embodiment as shown in FIG. 8, the distribu-
tion content is constantly C; from tg to t;, decreased as
a first-order function from t; to t; and again becomes
constant at C; from t; to t,. In this embodiment, the
upper surface layer region of the amorphous layer 103
can have sufficiently function of a barrier layer by in-
corporating carbon atoms in an amount enough o give
a distribution content C; in the upper surface layer
region (the portion between t; and t; in FIG. 8) which
can exhibit a barrier layer function.

Alternatively, it is also possible in case of the embodi-
ment as shown in FIG. 8 to increase the distribution
contents C of carbon atoms at both surface sides of the
amorphous layer 103 by far greater than that in the
Internal portion, thereby permitting the both surface
layer regions to fulfill the functions of barrier layers.

In the embodiment as shown in FIG. 9, the distribu-
tion profile of carbon atoms between tg and t; is similar
to that as shown in FIG. 7, but the distribution content
is abruptly increased incontinuously between t3 and tsto
have a value of C,, thus giving a different distribution
profile as a whole.

In the embodiment as shown in FIG. 10, the distribu-
tion profile is similar to that as shown in FIG. 7 between
to and t3, but there is formed a layer region with carbon
content of substantially zero between t3 and t;, while a
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large amount of carbon atoms are contained between {3
and tg to provide a distribution content of C,.

In the embodiment as shown in FIG. 11, the distribu-
tion content i1s constantly C; between tg and t;, de-
creased from the distribution content C; to Cs as a first-
order function between t; and t> from the side of t;, and
again increased between t; and t; up to a constant value
Cs.

In the embodiment as shown in FIG. 12, the distribu-
iion content is constantly i between tgand t1, and also
there 1s formed a distribution profile with a constant
distribution content of Cy between ty and t;, while the
distribution content gradually decreasing between t;
and t; from the t; side toward the central portion of the
layer and again gradually increasing from said central
portion to t, at which the distribution content reaches
the value of Cs4.

As described above, in the embodiment as shown in
FIGS. 6 through 12, there is provided a layer region
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15

having a peak of distribution content on the surface of 20

the amorphous layer 103 on the side of the support 102
or in the vicinity of said surface, where carbon atoms
are more enriched than in the central portion of said
amorphous layer 103. Moreover, if necessary, it 1s also
possible to provide a layer region having more content
of carbon atoms than that in the central portion of the
amorphous layer 103 also in the surface region of the
amorphous layer 103 being the opposite side to the
support. Further, there may also be formed a layer
regton extremely enriched in content of carbon atoms at
the lower surface or in the vicinity of said surface so
that the function of a barrier layer may sufficiently be
exhibited.

In the embodiments as shown in FIGS. 6 through 12,
the peak value C,,4x of the distribution content of car-
bon atoms contained in the amorphous layer 103 in the
layer thickness may generally range from 0.03 to 90
atomic % to achieve effectively the objects of this in-
vention, preferably from 0.05 to 90 atomic %, most
preferably 0.1 to 90 atomic %.

In the photoconductive member according to the
present invention, in case of the embodiments as shown
in FIGS. 6 through 12, the carbon atoms are contained
in the amorphous layer 103 with an uneven distribution
of its content 1n the layer thickness direction of said
amorphous layer 103, assuming a distribution profile
such that its distribution content is decreased from the
vicinity of the lower surface layer region toward the
central portion of said amorphous layer 103. However,
the total content of carbon atoms contained in the amor-
phous layer 103 is also another critical factor to achieve
the objects of the present invention.

In the present invention, the total content of carbon
atoms in the amorphous layer 103 is generally 0.005 to
30 atomic % based on silicon atoms, preferably 0.005 to
20 atomic %, most preferably 0.005 to 10 atomic %.

FIG. 13 shows a schematic sectional view of still
another preferred embodiment of the photoconductive
member according to the present invention.

The photoconductive member 1300 as shown in FIG.
13, similarly to that descrived with reference to FIG. 1,
comprises a support 1301 for the photoconductive
member, a barrier layer 1302 optionally provided on
said 1301, and an amorphous layer 1303, said amor-
phous layer 1303 containing carbon atoms which are
distributed substantially equally within planes substan-
tially parallel to the surface of said support 1301 but
unevenly in the thickness direction of said layer, with
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different distributions in respective portions of the layer
regions 1304, 1305 and 1306. That 1s, the amorphous
layer 1303 is constituted of a lower layer region 1304 in
which carbon atoms are distributed in the layer direc-
tion substantially uniformly with a distribution content
of Ci, an upper layer 1306 in which carbon atoms are
distributed in the layer thickness direction substantially
uniformly with a distribution content of Cj;, and an
mtermediate layer region 13035, sandwitched between
both of these layer regions, in which carbon atoms are
distributed in the layer thickness direction substantially
uniformly with a distribution content of Cs.

In the embodiment as shown in FIQG. 13, the values of
distribution content Ci, C7 and C3 of carbon atoms in
respective layer can be variable as desired within the
relationship C3; <y, Cy. But in order to achieve the
objects of the present invention more effectively, the
upper limit of the distribution content Cj or Cy1s gener-
ally 90 atomic % or lower, preferably, 80 atomic % or
lower, most preferably 78 atomic % or lower, its lower
limit being generally 11 atomic % or higher, preferably
15 atomic % or higher, most preferably 20 atomic % or
higher. As for the value of the distribution amount Cs,
its upper limit may generally 10 atomic % or lower,
preferably 5 atomic %, most preferably 2 atomic %,
while the lower limit generally 0.001 atomic % or
higher, preferably 0.002 atomic or higher, most prefera-
bly 0.003 atomic % or higher.

The total content of carbon atoms in the amorphous
layer 1303 may be generally in the range from 0.005 to
30 atomic % based on silicon atoxs, preferably from
0.005 to 20 atomic %, most preferably from 0.005 to 10
atomic %. |

The barrier layer 1302 is not necessarily required to
be provided in the present invention, as described above
with reference to FIQG. 1, if the same function as the
barrier layer 1302 as described above can be sufficiently
exhibited at the interface formed between the support
1301 and the amorphous layer 1303 when said amor-
phous layer is provided directly on said support 1301.

Further, by incorporating a sufficient quantity of
carbon atoms as desired in the surface layer region in
the amorphous layer 1303 on the side of the support
1301, a part of the layer region of the amorphous layer
1303 can be endowed with the same function as the
barrier layer 1302, whereby the barrier layer 1302 can
also be dispensed with. When a part of layer region of
the amorphous layer 1303 1s loaded with the function of
a barrier layer, the content of carbon atoms necessary
for the layer region exhibiting such a function is gener-
ally 30 to 90 atomic % based on silicon atoms, prefera-
bly 40 to 90 atomic %, most preferably 50 to 90 atomic
%.
In the present invention, formation of an amorphous
layer constituted essentially of a-Si (H, X) may be con-
ducted according to the vacuum deposition method
utilizing discharging phenomenon, such as glow dis-
charge method, sputtering method or ion-plating
method. For example, for formation of the amorphous
layer according to the glow discharge method, a start-
g gas for incorporation of hydrogen atoms and/or
halogen atoms is introduced together with a starting gas
for supplying silicon atoms (S1), capable of supplying
silicon atoms (S1), intc the deposition chamber, wherein
glow discharge is generated thereby to form a layer
constituted of a-Si (H, X) on the surface of the given
support placed previously on the predetermined posi-
tion. For incorporation of carbon atoms (C) into the
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amorphous layer to be formed, a stating gas for incorpo-
ration of carbon atoms may be introduced into said
deposition chamber at the time of forming said amor-
phous layer.

When it is to be formed according to the sputtering
method, a stating gas for incorporation of hydrogen
atoms and/or halogen atoms may be introduced into the
chamber for sputtering, when effecting sputtering upon
the target formed of Si in an atmosphere of an inert gas
such as Ar, He or a gas mixture based on these gases.

As the method for incorporating carbon atoms into
the amorphous layer, a stating gas for incorporating
carbon atoms may be introduced into said deposition
chamber at the time of layer formation with the growth
of the layer, or alternatively at the time of layer forma-
tion the target for incorporation of carbon atoms previ-
ously provided in the deposition chamber may be sub-
jected to sputtering.

The starting gas for supplying Si to be used in form-
ing the amorphous layer according to the present inven-
tion may include gaseous or gasifiable silicon hydrides
(silanes) such as SiHg, SioHg, SizHg, SigHjg, and the like
as effective materials. In particular, SiH4 and Si;Hg are
preferred with respect to easy handling during layer
formation and efficiency for supplying Si.

As the effective starting gas for incorporation of
halogen atoms to be used in forming the amorphous
layer according to the present invention, there may be
mentioned a number of halogen compounds such as
halogen gases, halides, interhalogen compounds and
silane derivatives substituted with halogens which are
gaseous or gasfiable.

Alternatively, it is also effective in the present inven-
tion to use gaseous or gasifiable silicon compounds
containing halogen atoms, which are constituted of
both silicon atoms (Si) and halogen atoms (X).

Typical examples of halogen compounds preferably
used in the present invention may include halogen gases
such as of fluorine, chlorine, bromine or iodine and
interhalogen compounds such as BrF, CIF, CIF3;, BrFs,
BrFs;, IF7, IFs, ICl, IBr, etc.

As the silicon compound containing halogen atoms,
silicon halides such as SiF4, S15F¢, SiCly, SiBra, or the
like are preferred.

10

15

20

23

30

35

When the specific photoconductive member of this 45

mvention is formed according to the glow discharge
method by use of a silicon compound containing halo-
gen atoms, it 1s possible to form an amorphous layer of
a-S1:X on the support without use of a silicon hydride
gas as the starting gas capable of supplying Si.

The basic procedure for forming the amorphous layer
containing halogen atoms according to the glow dis-
charge method comprises introducing a starting gas for
supplying Si, namely a silicon halide gas and a gas such
as Ar, Hp, He, etc. at a predetermined ratio in a suitable
gas flow quantity into the deposition chamber.for for-
mation of the amorphous layer, followed by excitation
of glow discharge to form a plasma atmosphere of these
gases, thereby forming an amorphous layer on a prede-
termined support. For the purpose of incorporating
hydrogen atoms, it is also possible to form an amor-
phous layer by mixing a gas of a silicon compound
containing hydrogen atoms at a suitable ratio with these
gases.

Each of the gases for introduction of respective
atoms may be either a single species or a mixture of
plural species at a predetermined ration. For formation
of an amorphous layer of a-Si (H, X) by the reaction
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sputtering method or the ion-plating method, a target of
S11s used and sputtering is effected thereon in a suitable
gas plasma atmosphere in case of the sputtering method.
Alternatively, in case of ion-plating method, a polycrys-
talline or single crystalline silicon is placed as vaporiza-
tion source in a vapor deposition boat, and the silicon
vaporization source is vaporized by heating according
to resistance heating method or electron beam method
(EB method) thereby to permit vaporized flying sub-
stances to pass through a suitable gas plasma atmo-
sphere.

During this procedure, in either of the sputtering
method or the ion-plating method, for incorporation of
halogen atoms into the layer formed, a gas of a halogen
compound as mentioned above or a silicon compound
containing halogen at mentioned above may be intro-
duced into the deposition chamber to form a plasma
atmosphere of said gas therein.

When incorporating hydrogen atoms, a starting gas
for incorporation of hydrogen atoms such as Hj or
silanes as mentioned above may be introduced into a
deposition chamber for sputtering, wherein a plasma
atmosphere of said gas may be formed.

The carbon atoms contained in the amorphous layer
formed with a desired distribution profile in the direc-
tion of the layer thickness may be introduced in the
amorphous layer by introducing a starting gas for intro-
ducing carbon atoms at the time of layer formation as
matching with growth of the layer according to the
predetermined flow amount into the deposition cham-
ber for formation of said layer, with the amorphous
layer 1s formed according to the glow discharge
method, ion-plating method or reaction sputtering
method.

For formation of the amorphous layer according to
the sputtering method, a target for introduction of car-
bon atoms may be provided in the aforesaid deposition
chamber, and sputtering may be effected on said target
as matching with the growth of the layer.

These halides containing hydrogen atoms may prefer-
ably be used as starting materials for incorporation of
halogen atoms, since hydrogen atoms, which are very
effective for controlling electrical or photoelectric
properties, can be introduced simultaneously with intro-
duction of halogen atoms. |

Other than the method as described above, hydrogen
atoms may also be introduced structurally into the
amorphous layer by exciting discharging in the deposi-
tion chamber in the co-presence of Hj or silanes gas
such as SiH4, SipHg, SizHg, SisHip, and the like with
silicon compounds as a source for supplying Si.

For example in case of the reaction sputtering
method, using S1 target, a gas for incorporation of halo-
gen atoms and Hp gas, optionally together with an inert
gas such as He, Ar, and the like are introduced into the
deposition chamber to form a plasma atmosphere
therein, followed by sputtering of said Si target,
whereby there can be obtained an amorphous layer
essentially constituted of a-Si (H, X) having desired
characteristics.

Furthermore, a gas such as ByHg, PH3, PF3, and the
like can be also introduced with the gases as mentioned
above to thereby effect also doping of impurities.

‘The amount of hydrogen atoms (H) or halogen atoms
(X) contained in the amorphous layer of the amorphous
layer of the photoconductive member according to the
present invention, or total amoung” of both of these

1".
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atoms, may generally 1 to 40 atomic %, preferably 35 to
30 atomic %.

The content of H and/or X incorporated in the amor-
phous layer can be controlled by controlling, for exam-
ple, the temperature of the deposition support and/or
the amounts of the starting materials used for incorpora-
tion of H or X introduced into the deposition chamber,
discharging power, etc.

In order to make the amorphous layer n-type, p-type
or i-type, either or both of n-type and p-type impurities
which control the electric conduction type can be
added into the layer in a controlled amount during
formation of the layer by the glow discharge method or
the reaction sputtering method.

As the impurity to be added into the amorphous layer
to make 1t inclined for i-type or p-type, there may be
mentioned preferably an element in the group IIIA of
the periodic table, for example, B, Al, Ga, In, T}, etc.

On the other hand, for making the layer inclined for
n-type, there may preferably be used an element in the
group VA of the periodic table, such as N, P, As, Sb, B,
etc.

The amount of the impurity to be added into the
amorphous layer in the present invention, in order to
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have a desired conduction type, may be in the range of 25

3 10—2 atomic % or less in case of an impurity in the
group II1A of the periodic table, and 5 X 1031 3atomic %
or less in case of an impurity in the group VA of the
periodic table. |

In the present invention, the substances effectively
used as the starting materials for incorporation of the
carbon atoms to be used for incorporating carbon atoms
in the amorphous layer may include a large number of
carbon compounds which are gaseous or easily gasifi-
able. Examples of such substances are hydrocarbons
constituted of carbon atoms(C) and hydrogen atoms(H)
such as saturated hydrocarbons having 1 to 5 carbon
atoms, ethylenic hydrocarbons having 2 to 5 carbon
atoms and acetylenic hydrocarbons having 2 to 4 car-
bon atoms.

More specifically, typical examples are saturated
hydrocarbons such as methane(CHy), ethane , propane
(C3Hg), n-butane(n-CsHio), pentane(CsHjpz) and the
like; ethylenic hydrocarbons such as ethylene(C>Ha),
propyvlene(C3Hg), butene-1(C4Hg), butene-2(CsHsy),
isobutylene(C4Hg), pentene (CsHjg) and the like; and
acetylenic hydrocarbons such as acetylene(C;Hj3), me-
thylacetylene(C3sHg), butyne(CsHg) and the like.

Other than these compounds, as starting substances
for incorporation of carbon atoms constituted of Si, C
and H atoms, there may also effectively employed alkyl
silanes such as S1(CHa3)4, Si(C3Hs)4 and the hike, halo-
gen-containing alkyl silanes such as Si1CI(CHa3)s,
SiCl2(CH3)3, SiCl3CH3 and the like, halogen-substituted
paraffinic hydrocarbons such as CCly, CHF3, CH,F,,
CH;Cl, CH;Br, CH3l, C>:HsCl and the like.

For formation of the amorphous layer having incor-
porated carbon atoms by the sputtering method, a single
crystalline or polycrystalline Si wafer is subjected to
sputiering in an atmosphere of a starting gas for incor-
poration of carbon atoms at the time of formation of the
amorphous layer or alternatively a single crystalline or
polycrystalline Si wafer or C wafer or a wafer contain-
ing St and C mixed therein 1s used as target and sub-
jected to sputtering.

For example, when Si wafer is used as target, a start-
ing gas which was mentioned as a starting gas for incor-
poration of carbon atoms and hydrogen atoms(H) or
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halogen atoms(X) in the case of the glow discharge
method, which may be diluted with a diluting gas, if
desired, i1s introduced into a deposition chamber for
sputter to form a gas plasma of these gases therein and
effect sputtering of said S1 wafer.

Alternatively, S1 and C as separate targets or one
sheet target of a mixture of Si and C can be used and
sputtering 1s effected in a gas atmosphere containing at
least hydrogen atoms(H) or halogen atoms(X).

In the present invention, for the purpose of obtaining
the same effect as by incorporation of carbon atoms, it
1s also possible to incorporate oxygen atoms in addition
to carbon atoms in the amorphous layer.

When the amorphous layer is formed by the glow
discharge method, the starting substances for incorpo-
ration of oxygen atoms may include, for example, ox-
ygen(O3), ozone (O3), carbon monoxide(CO), carbon
dioxide(CO3) or lower siloxanes such as disiloxane
H3S108Si1H3, trisiloxane H3S10S1H-,0OSi1H3 and the like.
When forming the amorphous layer by the sputtering
method, a material to be effectively used in the present
invention for forming the target for incorporation of
oxygen atoms may be S10;, S10, etc.

The starting gas for producing Si to be used for for-
mation of the amorphous layer 1n the present invention
may include gaseous or gasifiable hydrogenated silicons

(silanes) such as SiHy, Si12Hg, Si3Hs, SigH1gand others as

effective materials. In particular, SiH4 and Si;Hg are
preferred with respect to easy handling during layer
formation and efficiency for producing Si.

As the effective starting gas for incorporation of
halogen atoms tc be used in the present invention, there
may be mentioned a number of halogen compounds
such as single substances of halogen, hydrogen halides,
interhalogen compounds, silicon halides, and halogen-
substituted hydrogenated silicon.

Typical examples of halogen compounds preferably
used in the present invention may include halogen gases
such as of fluorine, chlorine, bromine or 1odine, hydro-
gen halides such as HF, HI, HCl, HBr and interhalogen
compounds such as BrF, CIF, CIF3 ClsF, BrFs, BrEs,
IFs, 1F+, ICl, IBr, etc., silicon halides such as SiFg,
SihFg, SiCls, SiCl3Br, SiClyBrs, SiClBr3, SiClszl, SiBry
or the like and halogen-substituted hydrogenated silicon
such as SiH>F,, SiH>Cly, SiHCl3, SiH3Cl, SiH;3Br,
SiH>Br;, SiHBr3, etc.

When the specific photoconductive member of this
invention is formed according to the glow discharge
method by use of such silicon compound containing
halogen atoms as a starting gas for incorporation of
halogen atoms, 1t is possible to form a photoconductive
layer constituted of a-Si:X on a given support without
use of a hydrogenated silicon gas as the starting gas
capable of producing Si.

In forming an amorphous layer containing halogen
atoms according to the glow discharge method, the
basic procedure comprises feeding a starting gas for
producing Si, namely a gas of silicon halide and a gas
such as Ar, Hy, He, etc. at a predetermined ratio in a
suitable amount into the deposition chamber for forma-
tion of an amorphous layer, followed by excitation of
glow discharge to form a plasma atmosphere of these
gases, thereby forming an amorphous layer on a sup-
port. It is also possible to form a layer by mixing a gas
of a stlicon compound containing hydrogen atoms at a
suitable ratio with these gases in order to incorporate
hydrogen atoms therein.
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Each of the gases for incorporation of respective
atoms may be either a single species or a mixture of
plural species at a predetermined ratio.

For formation of an amorphous layer of a-Si(H , X)
by the reaction spuitering method or the ion-plating
method, for example, a target of Si is used and sputter-
ing is effected.thereon in a suitable gas plasma atmo-
sphere 1n case of the sputtering method. Alternatively,
in case of ion-plating method, a polycrystalline or single
crystalline silicon is placed as vaporization source in a 19
vapor deposition boat, and the silicon vaporization
source 1s vaporized by heating by the resistance heating
method or the electron beam method (EB method)
thereby to permit vaporized flying substances to pass
through a suitable gas plasma atmosphere.

During this procedure, in either of the sputtering
method or the ion-plating method, for incorporation of
halogen atoms into the layer formed, a gas of a halogen
compound as mentioned above or a silicon compound
containing halogen atoms as mentioned above may be
introduced into the deposition chamber to form a
plasma atmosphere of said gas therein.

When hydrogen atoms are to be incorporated, a start-
ing gas for incorporation of hydrogen atoms such as Hy 55
and a gas such as silanes as mentioned above may be
mtroduced into the deposition chamber for sputtering,
followed by formation of a plasma atmosphere of said
gases.

Further, there may also be introduced a gas such as of 30
B,2Hg, PH3, PF; or others in order to effect also doping
with impurities. The amount of hydrogen atoms(H) or
halogen atoms(X) incorporated in the amorphous layer
in the photoconductive member according to the pres-
ent invention, or total amount (H4X) of both of these 35
atoms, may be generally 1 to 40 atomic %, preferably 5
to 30 atomic %.

For controlling the amounts of hydrogen atoms(H)
or/and halogen atoms(X) in the amorphous layer, the
deposition support temperature or/and the amounts of 40
the starting materials for incorporation of hydrogen
atoms(H) or halogen atoms(X) to be introduced into the
deposition device system or the discharging power may
be controlled.

In order to make the amorphous layer n-type, p-type
or i-type, n-type impurity, p-type impurity or both im-
purittes can be added into the layer in a controlled
amount during formation of the layer by the glow dis-
charge method or the reaction sputtering method

As the impurity to be added into the amorphous layer
to make it i-type or p-type, there may be mentioned
preferably an element in the Group III A of the Peri-
odic table, for example, B, Al, Ga, In, TI etc.

As n-type impurities, there may preferably be used an 55
element in the Group VA of the Periodic table, such as
N, P, As, Sb, Bi, etc.

The amount of the impurity to be added into the
amorphous layer, in order to have a desired conduction
type, 1s 1n the range of an impurity in the Group IIT A ¢,
of the Periodic table, up to 3 X 10—2atomic % and in the
case of an impurity in the Group VA of the Periodic
table, 5X 10—3 atomic % or less.

The layer thickness of the amorphous layer may be
determined suitably as desired so that the photocarriers 65
generated in the amorphous layer may be transported
efficiently in a certain direction, but is generally in the
range from 3 to 100u preferably from 5 to 50pu.
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EXAMPLE 1

Using a device as shown in FIG. 14 placed in a clean
room which had been completely shielded, an image-
forming member for electrophotography was prepared
according to the following procedures.

A molybdenum plate (substrate) 1409 of 10 cm square

‘having a thickness of 0.5 mm, whose surface had been

cleaned, was fixed firmly on a supporting member 1403
disposed at a predetermined position in a glow dis-
charge deposition chamber 1401. The substrate 1409
was heated by a heater 1408 within the supporting
member 1403 with a precision of 4:-0.5° C. The tempera-
ture was measured directly at the backside of the sub-
strate by an alumel-chromel thermocouple. Then, after
confirming that all of the valves in the system were
closed, the main vailve 1410 was opened, and evacuation
of the chamber 1401 was effected to about 5X 106
Torr. Thereafter, the input voltage for the heater 1408

was elevated by varying the input voltage while detect-
ing the substrate temperature until the temperature was

stabilized constantly at 250° C.

Then, the auxiliary valve 1441, subsequently the out-
flow valves 1426, 1427, 1429 and the inflow valves 1421,
1422, 1424 were opened fully to effect degassing suffi-
ciently in the mass flow controllers 1416, 1417, 1419 to
vacuo. After closing the auxiliary valve 1441 and the
valves 1426, 1427, 1429, 1421, 1422, 1424, the valve
1431 of the bomb 1411 containing SiHs gas (purity:
99.999%) diluted to 10 vol. % with Hj [hereinafter
referred to as SiH4(10)/H3] and the valve 1432 of the
bomb 1412 containing CoH4 gas (purity: 99.999%) di-
luted with Hj to 0.1 vol. % [hereinafter referred to as
C2H4(0.1)/Hj3] were respectively opened to adjust the
pressures at the outlet pressure gages 1436 and 1437,
respectively, at 1 kg/cm?, whereupon the inflow valves
1421 and 1422 were gradually opened to permit
S1H4(10)/H; gas and C>H»(0.1)/H; gas to flow into the
mass flow controllers 1416 and 1417, respectively. Sub-
sequently, the outflow valves 1426 and 1427 were grad-
ually opened, followed by opening of the auxiliary
valves 1441. The mass flow controllers 1416 and 1417
were adjusted th-ereby so that the gas feed ratio of
SiH4(10)/H; to C2H4(0.1)/H; was 10:0.3. Then, while
carefully reading the Pirani gage 1442, the opening of
the auxiliary valve 1441 was adjusted and opened to the
extent until the inner pressure in the chamber 1401
became 1X10—2 Torr. After the inner pressure in the
chamber 1401 was stabilized, the main valve 1410 was
gradually closed to narrow its opening until the indica-
tion on the Piram gage 1442 became 0.1 Torr.

After confirming that the gas feeding and the inner
pressure were stable, followed by turning on the switch
of the high frequency power source 1443 and closing
the shutter 1045 (which was also the electrode), a high
frequency power of 13.56 MHz was applied between
the electrode 1403 and the shutter 1405 to generate
glow discharging in the chamber 1401 to provide an
input power of 10 W. The above conditions were main-
tained for 3 hours to form a lower region layer consti-
tuting the amorphous layer. Thereafter, with the high
frequency power source 1443 being turned off for inter-
mission of the glow disharge, the outflow valve 1427
was closed, and then under the pressure of 1 kg/cm?
(reading on the outlet pressure gage 1439) of the C2Hy
gas bomb 1414 through the valve 1434, the inflow valve
1424 and the outflow valve 1429 were gradually opened
to permit CyHjy gas to flow into the mass flow controller
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1419, and the flow amount ratio of CyHy gas to
SiH4(10)/H; gas was adjusted by the mass flow control-
lers 1419 to 1:10.

Subsequently, the high frequency power source 1443
was turned on again to recommence glow discharge.
The input power was 3 W. After glow discharging was
maintained for 10 minutes to form an upper region layer
constituting the amorphous layer to a thickness of 600
A, the heater 1408 was turned off, with the high fre-
quency power source 1443 being also turned off, the
substrate was left to cool to 100° C., whereupon the
outflow valves 1426, 1429 and the inflow valves 1421,
1422, 1424 were closed, with the main valve 1410 being
fully opened, thereby to make the inner pressure in the
chamber 1401 to less than 10—° Torr. Then, the main
valve 1410 was closed and the inner pressure in the
chamber 1401 was made atmospheric through the leak
valve 1406, and the substrate having formed respective
layers was taken out. In this case, the entire thickness of
the layers was about 9pu.

The thus prepared image-forming member was
placed in an experimental device for charging and expo-
sure to light, and corona charging was effected at &5.5
KV for 0.2 sec., followed immediately by irradiation of
a light image. The light image was irradiated through a
transmission type test chart using a tungsten lamp as
light source at a dosage of 1.0 lux.sec.

Immediately thereafter, positively ¢ charged devel-
opers (containing toner and carrier) were cascased on
the surface of the image-forming member to obtain a
good toner image on the image-forming member. When
the toner image on the image-forming member was
transferred on a transfer paper by corona charging at
&5.0 KV, there was obtained a clear image of high
density which was excellent in resolution as well as
gradation reproducibility.

EXAMPLE 2

A molybdenum subsirate was set similarly as in Ex-
ample 1, followed by evacuation on the glow discharge
deposition chamber 1401 to 5X 10—6 Torr according to
the same procedures as in Example 1. After the sub-
strate temperature was maintained at 250° C., according
to the same procedures as in Example 1, the auxiliary
valve 1441, subsequently the outflow valves 1426, 1427,
1429 and inflow valves 1421, 1422, 1424, were fully
opened thereby to effect sufficiently degassing of the
mass flOw controllers 1416, 1417, 1419 to vacuo. After
closing of the auxiliary valve 1441 and the valves 1426,
1427, 1429, 1421, 1422, 1424, the valve 1431 of the
SiH4(10)/H, gas bomb 1411 and the valve 1432 of the
C2H4(0.1)/H2 gas bomb 1412 were opened to adjust the
pressure at the outlet pressure gages 1436 and 1437
respectively, at 1 kg/cm?, whereupon the inflow valves
1421 and 1422 were gradually opened to permit
SiH4(10)/H3 gas and CyH4(0.1)/H> gas to flow into the
mass flow controllers 1416 and 1417, respectively. Sub-
sequently, the outflow valves 1426 and 1427 were grad-
ually opened, followed by gradual opening of the auxil-
iary valve 1441. The mass flow controllers 1416 and
1417 were adjusted thereby so that the gas feed ratio of
S1H4{10)/H> to CyH4(0.1)/H; was 10:0.3. Then, while
carefully reading the Pirani gage 1442, the opening of
the auxiliary valve 1441 was adjusied and opened to the
extent until the inner pressure in the chamber 1401
became 1X10—2 Torr. After the inner pressure in the
chamber 1401 was stabilized, the main valve 1410 was
gradually closed to narrow its opening until the indica-
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tion on the Pirani gage 1442 became 0.1 Torr. After
confirming that the gas feeding and the inner pressure
were stable, followed by closing of the shutter 1405
(which was also the electrode), the switch of the high
frequency power source 1443 was turned on to input,
and a high frequency power of 13.56 MHz between the
electrode 1403 and the shutter 1405 to generate glow
discharging in the chamber 1401 to provide an input
power of 10 W. Under the above conditions, the value
of flow amount set for the mass flow controller 1417
was increased simultaneously with commencement of
formation of a lower region layer constituting the amor-
phous layer on the substrate over 5 hours, so that the
gas feed ratio of SiH4(10)/H> gas to C2H4(0.1)/H> gas
could become 1:1 after 5 hours.

Thereafter, with the high frequency power source
1443 being turned off for intermission of the glow dis-
charge, the outflow valve 1427 was closed, and then
under the pressure of 1 kg/cm? (reading on the outlet
pressure gage the C;Hgq gas bomb 1414 through the
valve 1434, the inflow valve 1424 and the outflow valve
1429 were gradually opened to permit CaHj4 gas to flow
into the mass flow controller 1419, and the flow amount
ratio of CoH4 gas to SiH4(10)/H; gas was adjusted by
the mass flow controllers 1419 to 1:10.

Subsequently, the high frequency power source 1443
was turned on again to recommence glow discharge..
The input power was 3 W.

After glow discharging was thus maintained for 15
minutes to form an upper region layer, the heater 1408
was turned off, with the high frequency power source
1443 being also turned off, the substrate was left to cool
to 100° C., whereupon the outflow valves 1426, 1429
and the inflow valves 1421, 1422, 1424 were closed,
with the main valve 1401 being fully opened, thereby to
make the inner pressure in the chamber 1401 to less than
10—5 Torr. Then, the main valve 1410 was closed and
the inner pressure in the chamber 1401 was made atmo-
spheric through the leak valve 1406, and the substrate
having formed respective layers was taken out. In this
case, the entire thickness of the layers was about 15u.

Using the image-forming member, image was formed
on a transfer paper according to the same procedure
and under the same conditions as in Example 1,
whereby a very clear image quality was obtained.

EXAMPLE 3

A molybdenum substrate was set similarly as in Ex-
ample 1, followd by evacuation of the glow discharge
on chamber 1401 to 5X10—% Torr according to the
procedures as in Example 1. After the substrate temper-
ature was maintained at 250° C., according to the same
procedures as in Example 1, the auxiliary valve 1441,
subsequently the outflow valves 1426, 1427 and inflow
valves 1421, 1422 were fully opened thereby to effect
sufficiently degassing of the mass flow controllers 1416,
1417 to vacuo. After closing of the auxiliary valve 1441
and the valves 1426, 1427, 1421, 1422, the valve 1431 of
SiH4(10}/H;, gas bomb 1411 and the valve 1432 of the
CyH4(0.1)/H3 gas bomb 1412 were opened to adjust the
pressures at the outlet pressure gages 1436, 1437, re-
spectively, to 1 kg/cm?, followed by gradual opening of
the inflow valves 1421, 1422 to permit the StH4(10)/H>
gas and CyH4(0.1)/H; gas to flow into the mass flow
controliers 1416 and 1417, respectively. Subsequently,
the outflow valves 1426 and 1427 were gradually
opened, followed by gradual opening of the auxiliary
valve 1441. The inflow valves 1421 and 1422 were ad-
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justed thereby so that the gas feed ratio of SiH4(10)/H>
to C2Hy4(0.1)/H; could be 10:0.3.

Then, while carefully reading the Pirani gage 1442,
the opening of the auxihary valves 1441 was adjusted
and 1t was opened to the extent until the inner pressure
in the chamber 1401 became 1X10—2 Torr. After the
inner pressure in the chamber 1401 was stabilized, the

main valve 1410 was gradually closed to narrow its
opening until the indication on the Pirani gage 1441
became 0.1 Torr. After confirming that the gas feeding
and the inner pressure were stable, followed by closing
of the shutter 1405 (which was also the electrode), the
switch of the high frequency power source 1443 was
turned on the input a high frequency power of 13.56
MHz between the electrodes 1403 and 1405 to generate
glow discharging in the chamber 1401 to provide an
input power of 10 W. Simultaneously with commence-
ment of formation of the amorphous layer on the sub-
strate under the above initial layer forming conditions,
the setting value of flow amount at the mass flow con-
troller 1417 was continuously increased over 5 hours
and formation of the amorphous layer was conducted
by controlling the gas feed ratio of SiHs(10)/H: to

CoH4(0.1)/H> after 5 hours from commencement of

layer formation to 1:10.

After the amorphous layer was thus formed, the
heater 1408 was turned off, with the high frequency
power source 1443 being also turned off, and the sub-
strate was left to cool to 100° C., whereupon the out-
flow valves 1426, 1427 and the inflow valves 1421, 1422
were closed, with the main valve 1410 being fully

opened, thereby to make the inner pressure in the cham-
ber 1401 to less than 10—5 Torr. Then, the main valve

1410 was closed and the inner pressure in the chamber
1401 was made atmospheric through the leak valve

1406, and the substrate having formed respective layers
was taken out. In this case, the entire thickness of the
layers formed was about 15u. Using this image-forming
member, 1mage was formed on a transfer paper under
the same conditions and according to the same proce-

dures as In Example 1, whereby there was obtained a
very Clear image.

EXAMPLE 4

An amorphous layer was formed on a molybdenum
substrate under the same operational conditions as de-
scribed in Example 3 except for the following condi-
tions. Namely, the SiH4 (10)/H, gas bomb 1411 was
replaced with the bomb containing SiF4 gas (purity:
99.999%), and the C>H4(0.1)/H; gas bomb the argon
gas (purity: 99.999%) bomb containing 0.2 vol. % of
C,Hy4 [hereinafter abridged as CoHy4(0.2)/Ar]. The feed
gas ratio of SiF4 gas to CoHy4(0.2)/Ar at the initial stage
of deposition of the amorphous layer was set at 1:0.6,
and the flow amount of C2H4(0.2)/Ar was continuously
increased after commencement of the layer formation
so that said feed gas radio could become 1:18 at the
completion of deposition of the amorphous layer. Fur-
ther, the mput power for glow discharging was
changed to 100 W. The layer thickness formed in this
case was about 18u. The thus prepared image-forming
member was tested for image formation on a transfer
paper according to the same procedures as in Example
1, whereby a very clear image was obtained.

EXAMPLE 5

A molybdenum substrate was set similarly as in Ex-
ample 1, followed by evacuation of the glow discharge
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deposition chamber 1401 to 5X 10—¢ Torr according to
the same procedures as in Example 1. After the sub-
strate temperature was maintained at 250° C., according
to the same procedures as in Example 1, the auxiliary
valves 1441, subsequently the outflow valves 1426,
1427, 1428, 1429 and inflow valves 1421, 1422, 1423,
1424 were fully opened thereby to effect sufficiently
degassing of the mass flow controllers 1416, 1417, 1418,
1419 to vacuo.

After closing of the auxiliary valve 1441 and the
valves 1426, 1427, 1428, 1429, 1421, 1422, 1423, 1424,
the valve 1431 of SiH4(10)/H; gas bomb 1411, the valve
1432 of the CoH4(0.1)/H; gas bomb 1412, and the valve
1433 of the bomb 1413 containing BaHg gas (purity:
99.999%) diluted to 50 vol. ppm with Hj [hereinafter
referred to as BoHg(50)/H3] were opened to adjust the
pressures at the outlet pressure gages 1436, 1437, 1438,
respectively, to 1 kg/cm?, followed by gradual opening
of the inflow valves 1421, 1422, 1423 to permit the

S1H4(10)/Hy gas, C;H4(0.1)/H; gas and B;He(50)/H>

gas to flow into the mass flow controliers 1416, 1417,
1418, respectively. Subsequently, the outflow wvalves
1426, 1427, 1428 were gradually opened, followed by
gradual opening of the auxiliary valve 1441. The mass
flow controllers 1416, 1417 were thereby adjusted so
that the gas feed ratio of SiH4(10)/H> to C2H4(0.1)/H>
could be 10: 0.3 and that of SiH4(10)/H, to
B;Hg(50)/H350:1. Then, while carefully reading the
Pirani gage 1442, the opening of the auxiliary valve
1441 was adjusted and it was opened to the extent until
the inner pressure in the chamber 1401 became 1 X 10—2
Torr. After the inner pressure in the chamber 1401 was
stabilized, the main valve 1410 was gradually closed to

narrow 1its opening until the indication on the Pirani
gage 1442 became 0.1 Torr. After confirming that the

gas feeding and the inner pressure were stable, the
switch of the high frequency power source 1443 was
turned on with closing of the shutter (which was also
electrode) to input a high frequency power of 13.56
MHz between the electrode 1403 and the shutter 1405
to generate glow discharging in the chamber 1401 to
provide an input power of 10 W. The above conditions
were maintained for 3 hours to form a lower region
layer constituting the amorphous layer. Then, with the
high frequency power source 1443 turned off for inter-
mission of the glow discharge, the outflow valves 1427
and 1428 were closed. By opening gradually the inflow
valve 1424 and the outflow valve 1429, C,H4 gas was
permitted to flow into the mass flow controller 1419
from the C;H4 gas bomb 1414 through the valve 1434 at
a gas pressure of 1 kg/cm? (reading on the outlet pres-
sure gage 1439), and the flow amount of CoH4 gas was
controlled to 1/10 of the flow amount of SiH4(10)/H>
gas by controlling the mass flow controllers 1416 and
1419 and stabilized thereat. .

Subsequently, the high frequency power source 1443
was turned on again to recommence glow discharge.
The input power was 3 W. After glow discharge was
continued for additional 10 minutes to form an upper
region layer to a thickness of 600 A, the heater 1408 was
turned off, with the high frequency power source 1443
being also turned off, the substrate was left io cool to
100° C., whereupon the outflow valves 1426, 1429 and
the inflow valves 1421, 1422, 1423, 1424 were closed,
with the main valve 1410 being fully opened, thereby to
make the inner pressure in the chamber 1401 to less than
10—5 Torr. Then, the main valve 1410 was closed and
the inner pressure in the chamber 1401 was made atmo-
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spheric through the leak valve 1406, and the substrate
was taken out. In this case, the entire thickness of the
layers was about 9u. The thus prepared image-forming
member was placed 1 an experimental device for
charging and exposure to light, and corona charging
was effected at &5.5 KV for 0.2 sec., followed immedi-
ately by irradiation of a light image. The light image
was irradiated through a transmission type test chart
using a tungsgen lamp as light source at a dosage of 1.0
lux.sec.

Immediately thereafter, positively & charged devel-
opers {containing toner and carrier) were cascaded on
the surface of the image-forming member to obtain a
good toner image on the image-forming member. When
the toner image on the image-forming member was
transferred on a transfer paper by corona charging at
65.0 KV, there was obtained a clear image of high
density which was excellent 1n resolution as well as
gradation reproducibility.

Next, the above image-forming member was sub-
jected to corona charging by means of a charging light-
exposure experimental device at @6.0 KV for 0.2 sec.,
followed immedtately by image exposure to light at a
dosage of 0.8 lux.sec., and thereafter immediately &
charged developer was cascaded on the surface of the
member. Then, by transferring on a transfer paper and
fixing, there was obtained a very clear image.

As apparently seen from the above result, in combina-
tion with the previous result, the image-forming mem-
ber for electrophotography obtained in this Example
has the characteristics of a both-polarity image-forming
member having no dependency on the charged polarity.

EXAMPLE 6

Using a device as shown in FIG. 14, an image-form-
ing member for electrophotography was prepared ac-
cording to the following procedures.

A molybdenum plate (substrate) 1409 of 10 cm square
having a thickness of 0.5 mm, which surface had been
cleaned, was fixed firmly on a supporting member 1403
disposed at a predetermined position in a deposition
chamber 1401. The target 1404 was formed by mount-
ing a high purity graphite (99.999%) on a high purity
polycrystalline silicon (99.999%) with an area ratio of
silicon to graphite being 1:9. The substrate 1409 was
heated by a heater 1408 within the supporting member
1403 with a precision of +0.5° C. The temperature was
measured directly at the backside of the substrate by an
alumel-chromel thermocouple. Then, after confirming
that all the valves in the system were closed, the main
valve 1410 was opened, and evacuation of the chamber
1401 was effected to about 5X 10— Torr (all the valves
In the system were closed during this operation). Then,
the auxiliary valve 1441 subsequently the outflow
valves 1426, 1427, 1429, 1430 were opened to effect
degassing sufficiently in the mass flow controllers 14186,
1417, 1419, 1420 to vacuo. Thereafter, the outflow
valves 1426, 1427, 1429, 1430 and the auxiliary valve
1441 were closed. The valve 1435 of the bomb 1415
containing argon gas (purity: 99.999%) was opened to
adjust the pressure at the outlet pressure gage 1440 at 1
Kg/cm?, whereupon the inflow valve 1425 was opened,
followed by gradual opening of the outflow valve 1430
tc permit Ar gas to flow into the deposition chamber
1401. The outflow valve 1430 was gradually opened
until the indication on the Pirani gage 1411 became
5% 10—4% Torr. After the flow amount was stabilized
under this state, the main valve 1410 was gradually
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closed to narrow the opening until the pressure in the
chamber became 1X 10—2 Torr. After confirming that
the mass flow controller 1420 was stabilized, with the
shutter 1405 being opened, and then the high frequency
power source 1443 was turned on to input an alternate
current of 13.56 MHz, 100 W between the target 1404
and the supporting member 1403. A layer was formed
while taking matching so as to continue stable discharg-
ing under these conditions. After discharging was con-
tinued under these conditions for one minute, a lower
barrier layer with a thickness of 100 A formed. Then,
the high frequency power source 1443 was turned off
for intermission of glow discharging. Subsequently, the
outflow valve 1430 was closed and the main valve 1410
fully opened to discharge the gas in the deposition
chamber 1401 until it was evacuated to 5X 10—9% Torr.
Then, the input voltage at the heater 1408 was changed
by elevating the input voltage while detecting the sub-
strate temperature, until it was stabilized constantly at
200° C. Subsequently, following the same procedures as
in Example 1, an amorphous layer was formed. Using
the thus prepared image-forming member, image forma-
tion was effected on a transfer paper in the same manner
and under the same conditions in Example 1. As the
result there was obtained a very clear image.

EXAMPLE 7

An amorphous layer was formed on a molybdenum
substrate according to the same procedure under the
same conditions as in Example 4 except for replacing
CoH4(0.2)/Ar gas with C;H4(0.2)/H; gas.

In this case, the layer formed had a thickness of about
15u. When an image was formed on a transfer paper
using this image-forming member according to the same
procedure and under the same conditions as 1n Example
1, there was obtained a very clear image.

EXAMPLE 8

Each of Examples 1 to 7 was repeated 1n a similar
manner and under similar conditions to that of each
Example except that CH4 was used in place of C>H41n
each Example. When corresponding -electrophoto-
graphic 1mage-forming process was applied to each
resulting photoconductive member, a transferred image
with very high quality was obtained. Further, even
after repeated uses for a long time, there was no deterio-

- ration observed in quality of the transferred image.
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EXAMPLE 9

Using a device as shown in FIG. 14 placed in a clean
room which had been completely shielded, an image-
forming member for electrophotography was prepared
according to the following procedures.

A molybdenum plate (substrate) 1409 of 10 cm square
having a thickness of 0.5 mm, whose surface had been
cleaned, was fixed firmly on a supporting member 1403
disposed at a predetermined position in a glow dis-
charge deposition chamber 1401. The substrate 1409
was heated by a heater 1408 within the supporting
member 1403 with a precision of +0.5° C. The tempera-
ture was measured directly at the backside of the sub-
strate by an alumel-chromel thermocouple. Then, after
confirming that all the valves in the system were closed,
the main valve 1410 was opened, and evacuation of the
chamber 1401 was effected to about 5Xx10—% Torr.
Thereafter, the input voltage for the heater 1408 was
elevated while detecting the substrate temperature until
the temperature was stabilized constantly at 250° C,
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Then, the auxiliary valve 1441, subsequently the out-
flow valves 1426, 1427, 1429 and the inflow valves 1421,
1422, 1424 were opened fully to effect degassing suffi-
ciently in the mass flow controllers 1416, 1417, 1419 to
vacuo. After closing the auxiliary valve 1441 and the
valves 1426, 1427, 1429, 1421, 1422, 1424, the valve
1431 of the SiH4(10)/H> gas bomb 1411 and the valve
1434 of the CoH4 gas (purity: 99.9999%) bomb 1414 were
repsectively opened to adjust the pressures at the outlet
pressure gages 1436 and 1439, respectively, at I kg/cm;,
whereupon the inflow valves 1421 and 1424 were grad-
ually opened to permit SiH4(10)/H; gas and CoHj gas to
flow into the mass flow controllers 1416 and 1419, re-
spectively. Subsequently, the outflow valves 1426 and

10

1429 were gradually opened, followed by opening of 1°

the auxiliary valves 1441. The mass flow controllers

1416 and 1419 were adjusted thereby so that the gas
feed ratio of SiH4(10)/H; to CoH4 could be 10:1. Then,
while carefully reading the Pirani gage 1442, the open-
ing of the auxiliary valve 1441 was adjusted and opened
to the extent until the inner pressure in the chamber
1401 became 1X10—2 Torr. |

After the inner pressure in the chamber 1401 was
stabilized, the main valve 1410 was gradually closed to
narrow its opening until the indication on the Pirani
gage 1442 became 0.1 Torr. After confirming that the
gas feeding and the inner pressure were stable, the
switch of the high frequency power source 1443 was
turned on with the shutter 1405 (which was also the
electrodes) being closed to input a high frequency
power of 13.56 MHz between the electrodes 1403 and
1405 to generate glow discharging in the chamber 1401
to provide an mput power of 3 W.

The above conditions were maintained for 10 minutes
to form a lower region layer constituting the amor-

phous layer to a thickness of 600 A. Then, with the high
frequency power source 1443 being turned off for inter-
mission of glow discharge, the outflow valve 1429 was
closed. By opening gradually the inflow valve 1422 and
the outflow valve 1427, C;H4(0.1)/H; gas was permit-
ted to flow into the mass flow controller 1417 from the
C2H4(0.1)/H; gas bomb 1412 through the valve 1432 at
a gas pressure of 1 kg/cm? (reading on the outlet pres-
sure gage 1437) and the feed gas ratio of CoH4(0.1)/H>
gas to StH4(10)/H; gas was controlled to 1:1 by control-
ling the mass flow controllers 1416 and 1417. Subse-
quently, the high frequency power 1443 was turned on
again to recommence glow discharge. The input power
was 10 W,

The value of flow amount set for the mass flow con-
trolier 1417 was continuously decreased simultaneously
with commencement of formation of a layer on the
lower region layer over 3 hours so that the gas feed
ratio of SiH4(10)/H; gas to C;H4(0.1)/H; gas could
become 10:0.3 after 3 hours. Afier layer formation was
thus conducted for 5 hours, the heater 1408 was turned
off with the high frequency power source 1443 being
also turned off, and the substrate was left to cool to 100°
C., whereupon the outflow valves 1426, 1427 and the
inflow valves 1421, 1422, 1424 were closed, with the
main valve 1410 being fully opened, thereby to make
the inner pressure in the chamber 31401 to less than
10—> Torr. Then, the main valve 1410 was closed and
the inner pressure in the chamber 1401 was made atmo-
spheric through the leak valve 1406, and the substrate
having formed respective layers was taken out. In this
case, the entire thickness of the layers was about 9.
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The thus prepared image-forming member was
placed in an experimental device for charging and expo-
sure to light, and corona charging was effected at &5.5
KV for 0.2 sec., followed immediately by irradiation of
a light 1mage. The light image was irradiated through a
transmission type test chart using a tungsten lamp as
light source at a dosage of 1.0 lux. sec.

Immediately thereafter, positively @ charged devel-
opers (containing toner and carrier) were cascaded on
the surface of the image-forming member to obtain a
good toner image on the image-forming member. When
the toner image on the image-forming member was
transferred on a transfer paper by corona charging at
3.0 KV, there was obtained a clear image of high
density which was excellent in resolution as well as
gradation reproducibility.

EXAMPLE 10

A molybdenum substrate was set similarly as in Ex-
ample 9, followed by evacuation of the glow discharge
deposition chamber 1401 to 5X 10—° Torr according to
the same procedures as in Example 9. After the sub-
strate temperature was maintained at 250° C., according
to the same procedures as in Example 9, the auxiliary
valve 1441, subsequently the outflow valves 1426, 1427,
and inflow valves 1421, 1422 were fully opened thereby
to effect sufficiently degassing of the mass flow control-
lers 1416, 1417 to vacuo. After closing of the auxiliary
valve 1441 and the valves 1426, 1427, 1421, 1422, the
valve 1431 of the SiH4(10)/H; gas bomb 1411 and the
valve 1432 of the C;H4(0.1)/H> gas bomb 1412 were
opened to adjust the pressures at the outlet pressure
gages 1436 and 1437, respectively, at 1 kg/cm?2, where-
upon the mflow valves 1421 and 1422 were gradually
opened to permit SiHs(10)/H; gas and C;H4(0.1)/H>
gas to flow into the mass flow controllers 1416 and
1417, respectively. Subsequently, the outflow valves
1426 and 1427 were gradually opened, followed by
gradual opening of the auxiliary valve 1441. The mass
flow controllers 1416 and 1417 were adjusted thereby
so that the gas feed ratio of SiH4(10)/H to
C>H4(0.1)/H3 could be 1:10.

Then, while carefully reading the Pirani gage 1442,
the opening of the auxiliary valve 1441 was adjusted
and opened to the extent until the inner pressure in the
chamber 1401 became 1X 10—2 Torr. After the inner
pressure in the chamber 1401 was stabilized, the main
valve 1410 was gradually closed to narrow its opening
until the indication on the Pirani gage 1442 became 0.1
Torr. After confirming that the gas feeding and the
inner pressure were stable, followed by closing of the
shutter 1405 (which was also the electrode), the switch
of the high frequency power source 1443 was turned on
to input, a high frequency power of 13.56 MHz between
the electrodes 1403 and 1405 to generate glow discharg-
ing in the chamber 1401 to provide an input power of 10
W. Under the above conditions, the value of flow
amount set for the mass flow controller 1417 was con-
tinuously increased simultaneously with commence-
ment of formation of the amorphous layer on the sub-
strate over 5 hours so that the gas feed ratio of
S1H4(10)/Hz gas to CoH4(0.1)/H; gas could become
10:0.3 after 5 hours.

After the amorphous layer was thus formed, the
heater 1408 was turned off, with the high frequency
power source 1443 being also turned off, the substrate
was left to cool to 100° C., whereupon the outflow
valves 1426, 1427 and the inflow valves 1421, 1422 were
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closed, with the main valve 1410 being fully opened,
thereby to make the inner pressure in the chamber 1401
to less than 1035 Torr. Then, the main valve 1410 was
closed and the inner pressure in the chamber 1401 was
made atmospheric through the leak valve 1406, and the
substrate was taken out. In this case, the entire thickness
of the layers was about 15u. Using the image-forming
member, image was formed on a transfer paper accord-
ing the same procedure and under the same conditions
as in Example 9, whereby a very clear image was ob-
tained.

EXAMPLE 11

After formation of a layer constituting a part of the
amorphous layer in this Example on a molybdenum
substrate according to the same procedures and under
the same conditions as in Example 9, the high frequency
power source 1443 was turned off for intermission of
glow discharge. Under this state, the outflow wvalve
1427 was closed and then the outflow valve 1429 was
opened again and the feed ratio of C;H4 gas to
SiH4(10)/H; was stabilized to 1/10 by adjusting the
mass flow controllers 1419 and 1416. Subsequently, the
high frequency power source 1443 was turned on to
recommence glow discharging. The input voltage was
thereby adjusted to 3 W, similarly as before.

Under these conditions, glow discharge was further
maintained for 15 minutes to form an upper region layer
to a thickness of 900 A, and thereafter the heater 1408
was turned off, with the high frequency power source
1443 being also turned off, the substrate was left to cool
to 100° C., whereupon the outflow valves 1426, 1429
and the inflow valves 1421, 1422, 1424 were closed,
with the main valve 1410 being fully opened, thereby to
make the inner pressure in the chamber 1401 to less than
10—3 Torr. Then, the main valve 1410 was closed and
the inner pressure in the chamber 1401 was made atmo-
spheric through the leak valve 1406, and the substrate
was taken out. In this case, the entire thickness of the
layers formed was about 9u. Using this image-forming
member, image was formed on a transfer paper under
the same conditions and according to the same proce-
dures as in Example 9, whereby there was obtained a
very clear 1mage.

EXAMPLE 12

After formation of a layer constituting a part of the
amorphous layer in this Example on a molybdenum
- substrate according to the same procedures and under
the same conditions as in Example 10, the high fre-
quency power source 1443 was turned off for intermis-
sion.of glow discharge. Under this state, the outfiow
valve 1427 was closed and then outflow valve 1429 was
opened again, and the feed ratio of CyH4 gas to
SiH4(10)/H> was stabilized to 1/10 by adjusting the
mass flow controllers 1419 and 1416. Subsequently, the
high frequency power source 1443 was turned on to
recommence glow discharging. The input voltage was
thereby adjusied to 3 W, similarly as before.

Under these conditions, glow discharge was further
maintained for 10 minutes io form an upper region layer
to a thickness of 900 A, and thereafter the heater 1408
was turned off, with the high frequency power source
1443 being also turned off, the substrate was left to cool
to 100° C., whereupon the outflow valves 1426, 1429
and the inflow valves 1421, 1422, 1424 were closed,
with the main valve 1410 being fully opened, thereby to
make the inner pressure in the chamber 1401 to less than
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10—5 Torr. Then, the main valve 1410 was closed and
the inner pressure in the chamber 1401 was made atmo-
spheric through the leak valve 1406, and the substrate
was taken out. In this case, the entire thickness of the
layers formed was about 15u. Using this image-forming
member, image was formed on a transfer paper under
the same conditions and according to the same proce-
dures as in Example 9, whereby there was obtained a
very clear image.

EXAMPLE 13

A molybdenum substrate was set similarly as in Ex-
ample 9, followed by evacuation of the glow discharge
deposition chamber 1401 to 5 X 10— Torr according to
the same procedures as in Example 9. After the sub-
strate temperature was maintained at 250° C., according
to the same procedures as in Example 9, the auxiliary
valve 1441, subsegquently the outflow valves 1426, 1427
and inflow valves 1421, 1422 were fully opened thereby
to effect sufficiently degassing of the mass flow control-
lers 1416, 1417 to vacuo. After closing of the auxiliary
valve 1441 and the valves 1426, 1427, 1421, 1422, the
valve 1431 of SiH4(10)/H; gas bomb 1411 and the valve
1432 of the C2H4(0.1)/H> gas bomb 1412 were opened
to adjust the pressures at the outlet pressure gages 1436,
1437, respectively, to 1 kg/cm?, followed by gradual
opening of the inflow valves 1421, 1422 to permit the
SiH4(10)/H> gas and C;H4(0.1)/H> gas to flow into the
mass flow controllers 1416 and 1417, respectively. Sub-
sequently, the outflow valves 1426 and 1427 were grad-
ually opened, followed by gradual opening of the auxil-
iary valve 1441. The inflow valves 1421 and 1422 were
adjusted thereby so that the gas feed ratio of
SiH4(10)/H; to CoH4(0.1)/H3 could be 1:10.

Then, while carefully reading the Pirani gage 1442,
the opening of the auxiliary valves 1441 was adjusted
and it was opened to the extent until the inner pressure
in the chamber 1401 became 1X 10—2 Torr. After the
inner pressure in the chamber 1401 was stabilized, the
main valve 1410 was gradually closed to narrow its
opening until the indication on the Pirani gage 1441
became 0.3 Torr. After confirming that the gas feeding
and the inner pressure were stable, followed by closing
of the shutter 1405 (which was also the electrode), the
switch of the high frequency power source 1443 was
turned on to input a high frequency power of 13.36
MHz between the electrodes 1403 and 1405 to generate
glow discharging in the chamber 1401 to provide an
input power of 10 W. Simultaneously with commence-
ment of formation of a layer on the substrate under the
above conditions, the setting value of flow amount at
the mass flow controller 1417 was continuously de-
creased over 2.5 hours to control the gas feed ratio of
SiHs (10)/H; to CoH4 (0.1)/H; after 2.5 hours from
commencement of layer formation to 10:0.3. Then, after
the same conditions had further been maintained for 30
minutes, the value of flow amount set at the mass flow
controller 1417 was continuously increased, as contrary
to the previous operation so that the gas feed ratio of
SiH4(10)/H; to C;H4(0.1)/H; could become 1:10 after
2.5 hours from commencement of increase of the flow
amount.

After the amorphous layer was thus formed, the
heater 1408 was turned off, with the high frequency
power source 1443 being also turned off, and the sub-
strate was left to cool to 100° C., whereupon the out-
flow valves 1426, 1427 and the inflow valves 1421, 1422
were closed, with the main valve 1410 being fully
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opened, thereby to make the inner pressure in the cham-
ber 1401 to less than 10—> Torr. Then, the main valve
1410 was closed and the inner pressure in the chamber
1401 was made atmospheric through the leak valve
1406, and the substrate was taken out. In this case, the 5
entire thickness of the layers formed was about 17u.
Using this image-forming member, image was formed
on a transfer paper under the same conditions and ac-

cording to the same procedures as in Example 9,
whereby there was obtained a very clear image.

EXAMPLE 14

After formation of a lower region layer on a molyb-
denum substrate according to the same procedures and
under the same conditions as in Example 9, the high
frequency power source 1443 was turned off for inter-
mission of glow discharge. Under this state, the outflow
valve 1429 was closed and thereafter the valve 1432 of
the C2H4(0.1)/H> gas bomb 1412, and the valve 1433 of
the BoHg(50)/H, gas bomb 1413 were opened to adjust 20
the pressures at the outlet pressure gages 1437, 1438,
respectively, to 1 kg/cm?, followed by gradual opening
of the inflow valves 1422, 1423 to permit the
C2H4(0.1)/H3 gas and BoHg(50)/H3 gas to flow into the
mass flow controllers 1417, 1418, respectively. Subse-
quently, the outflow valves 1427 and 1428 were gradu-
ally opened. The mass flow controllers 1416, 1417 and
1418 were adjusted thereby so that the gas feed ratio of
S1H4(10)/H; to CaH4(0.1)/H> was 1:10 and gas feed
ratio of SiH4(10)/H> to BoHe(50)/H> 50:1. Then, while 30
carefully reading the Pirani gage 1442, the opening of
the auxiliary valve 1441 was readjusted and it was
opened to the extent until the inner pressure in the
chamber 1401 became 1X10—2 Torr. After the inner
pressure in the chamber 1401 was stabilized, the main
valve 410 was also readjusted until the indication on the
Pirani gage 1441 became 0.1 Torr.

After confirming that the gas feeding and the inner
pressure were stable, the switch of the high frequency
power source 1443 was turned on to input a high fre-
quency power of 13.56 MHz to recommence glow dis-
charging in the chamber 1401 to provide an input
power of 10 W.

Simultaneously with commencement of formation of
a layer under the above conditions, the setting value of 45
flow amount at the mass flow controller 1417 was con-
tinuously decreased over 5 hours to control the gas feed
ratio of S1iH4(10)/H; to C2H4(0.1)/H; after 5 hours from
commencement of layer formation to 10:0.3. After layer
formation was thus performed for 5 hours, the heater
1408 was turned off, with the high frequency power
source 1443 being also turned off, the substrate was left
to cool to 100° C., whereupon the outflow valves 1426,
1427, 1428 and the inflow valves 1412, 1422, 1423, 1424
were closed, with the main valve 1410 being fully
opened, thereby to make the inner pressure in the cham-
ber 1401 to less than 10—° Torr. Then, the main valve
1410 was closed and the inner pressure in the chamber
1401 was made atmospheric through the leak valve
1406, and the substrate was taken out. In this case, the
entire thickness of the layers formed was about 15u.

The thus prepared image-forming member was
placed in an experimental device for charging and expo-
sure to light, and corona charging was effected at &5.5
KYV for 0.2 sec., followed immediately by irradiation of 65
a light image. The light image was irradiated through a
transmission type test chart using a tungsten lamp as
light source at a dosage of 1.0 lux. sec.
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Immediately thereafter, positively @ charged devel-
opers (containing toner and carrier) were cascaded on
the surface of the image-forming member to obtain a
good toner image on the image-forming member. When
the toner image on the image-forming member was
transferred on a transfer paper by corona charging at
©3.0 KV, there was obtained a clear image of high
density which was excellent in resolution as well as
gradation reproducibility.

Next, the above image-forming member was sub-
jected to corona charging by means of a charging light-
exposure experimental device at 6.0 KV for 0.2 sec.,
followed immediately by image exposure to light at a
dosage of 1.0 lux.sec., and thereafter immediately &
charged developer was cascaded on the surface of the
member. Then, by transferring on a transfer paper and
fixing, there was obtained a very clear image.

As apparently seen from the above result, in combina-
tion with the previous result, the image-forming mem-
ber for electrophotography obtained in this Example
has the characteristics of a both-polarity image-forming
member having no dependency on the charged polarity.

EXAMPLE 15

An amorphous layer was formed on a molybdenum
substrate under the same operational conditions as de-
scribed in Example 10 except for the following condi-
tions. Namely, the SiH4(10)/H; gas bomb 1411 was
replaced with the SiF4 gas (purity: 99.999%) bomb, and
the CoH4(0.1)/H; gas bomb 1412 with the bomb of
argon gas containing 0.2 vol. % of CyHj4 [hereinafter
abridged as CoH4(0.2)/Ar]. The feed gas ratio of SiF4
gas to CoH4(0.2)/Ar at the 1nitial stage of deposition of
the amorphous layer was set at 1:18, and said feed gas
ratio was continuously decreased after commencement
of the layer formation until it was 1:0.6 at the comple-

tion of deposition of the amorphous layer. Further, the

mput power for glow discharging was changed to 100
W. The layer thickness formed in this case was about
18. The thus prepared image-forming member was
tested for image formation on a transfer paper accord-
ing to the same procedures as in Example 9, whereby a

very clear image was obtained. |

EXAMPLE 16

Using a device as shown in FIG. 14, an image-form-
ing member for electrophotography was prepared ac-
cording to the following procedures.

A molybdenum plate (substrate) 1409 of 10 cm square
having a thickness of 0.5 mm, which surface had been
cleaned, was fixed firmly on a supporting member 1403
disposed at a predetermined position in a deposition
chamber 1401. The target 1404 was formed by mount-
ing a high purity graphite (99.999%) on a high purity
polycrystalline silicon (99.999%) with an area ratio of
silicon to graphite being 1:9. The substrate 1409 was
heated by a heater 1408 within the supporting member
1403 with a precision of =0.5° C. The temperature was
measured directly at the backside of the substrate by an
alumel-chromel thermocouple. Then, after confirming
that all the valves in the system were closed, the main
valve 1410 was fully opened, and evacuation of the
chamber 1401 was effected to about 5X 10—6 Torr (all
the valves in the system were closed during this opera-
tion) Then, the auxiliary valve 1441 and the outflow
valves 1426, 1427, 1429, 1430 were opened to effect
degassing sufficiently in the mass flow controllers 1416,
1417, 1419, 1420 to vacuo. Thereafter, the outflow



4,609,601

35

valves 1426, 1427, 1429, 1430 and the auxiliary valve
1441 were closed. The valve 1435 of the bomb 1415
containing argon gas (purity: 99.999%) was opened to
adjust the pressure at the outlet pressure gage 1440 at 1
kg/cm?2, whereupon the inflow valve 1425 was opened,
followed by gradual opening of the outflow valve 1430
to permit Ar gas to flow into the deposition chamber
1401. The outflow valve 1430 was gradually opened
until the indication on the Pirani gage 1411 became
5% 10—% Torr. After the flow amount was stabilized
under this state, the main valve 1410 was gradually
closed to narrow the opening until the pressure in the
chamber became 1X 10—2 Torr. With the shutter 1405
being opened, after confirming that the mass flow con-
troller 1420 was stabilized, the high frequency power
source 1443 was turned on to input an alternate current
of 13.56 MHz, 100 W between the target 1404 and the
supporting member 1403. A layer was formed while
taking matching so as to continue stable discharging
under these conditions. By continuation of discharging
under these conditions for one minute, a lower barrier
layer with a thickness of 100 A was formed. Then, the
high frequency power source 1443 was turned off for
intermission of glow discharging. Subsequently, the
outflow valve 1430 was closed and the main valve 1410
fully opened to discharge the gas in the deposition
chamber 1401 until it was evacuated to 5X 10— Torr.
Then, the input voltage at the heater 1408 was changed
by elevating the input voltage while detecting the sub-
strate temperature, until it was stabilized constantly at
200° C.

Subsequently, following the same procedures and
under the same conditions as in Example 10, an amor-
phous layer was formed. Using the thus prepared im-
age-forming member, image formation was effected on
a transfer paper in the same manner and under the same
conditions as in Example 9. As the result, there was
obtained a very clear image.

EXAMPLE 17

An amorphous layer was formed on a molybdenum
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substrate according to the same procedure and under

the same conditions as in Example 15 except for replac-
ing CyH4(0.2)/Ar gas bomb 1412 with CyH4(0.2)/H)
gas bomb. In this case, the layer formed had a thickness
of about 15u. When an image was formed on a transfer
paper using this image-forming member according to
the same procedure and under the same conditions as in
Example 9, there was obtained a very clear image.

EXAMPLE 18

Examples 9 to 15 were similarly repeated except that
CH4 was used in place of C2Hy1in each Example. When
corresponding electrophotographic image-forming pro-
cess was applied to each prepared photoconductive
member, a transferred image with very high quality was
obtained. Further, even after repeated uses for a long
time, there was no deterioration observed in quality of
the transferred image

EXAMPLE 19

Using a device as shown in FIG. 14 placed in a clean
room which had been completely shielded; an image-
forming member for electrophotography was prepared
according to the following procedures.

A molybdenum plate (substrate) 1409 of 10 cm square-

having a thickness of 0.5 mm, whose surface had been
cleaned, was fixed firmly on a supporting member 1403
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disposed at a predetermined position in a glow dis-
charge deposition chamber 1401. The substrate 1409
was heated by a heater 1408 within the supporting
member 1403 with a precision of #-0.5° C. The tempera-
ture was measured directly at the backside of the sub-
strate by an alumel-chromel thermocouple. Then, after
confirming that all the valves in the system were closed,
the main valve 1410 was opened, and evacuation of the
chamber 1401 was effected to about 5X10—¢ Torr.
Thereafter, the input voltage for the heater 1408 was
elevated by varying the input voltage while detecting
the substrate temperature until the temperature was
stabilized constantly at 250° C.

Then, the auxiliary valve 1441, subsequently the out-
flow valves 1426, 1427, 1429 and the inflow valves 1421,
1422 1424 were opened fully to effect degassing suffi-
ciently in the mass flow controllers 1416, 1417, 1419 to
vacuo. After closing the auxiliary valve 1441 and the
valves 1426, 1427, 1429, 1421, 1424, the valve 1431 of
the SiH4(10)/H; gas bomb 1411 and the valve 1434 of
the bomb 1414 containing CoHy gas (purity: 99.999%)
were respectively opened to adjust the pressures at the
outlet pressure gages 1436 and 1439, respectively, at 1
kg/cm?, whereupon the inflow valves 1421 and 1424
were gradually opened to permit SiH4(10)/H; gas and
C>Hy gas to flow into the mass flow controllers 1416
and 1419, respectively. Subsequently, the outflow
valves 1426 and 1429 were gradually opened, followed
by gradual opening of the auxiliary valve 1441. The
mass flow controllers 1416 and were adjusted thereby
so that the gas feed ratio of SiH4(10)/Hs to C2H4 could
be 10:1. Then, while carefully reading the Pirani gage
1442, the opening of the auxiliary valve 1441 was ad-
justed and opened to the extent until the inner pressure
in the chamber 1401 became 1 X 10—2 Torr.

After the inner pressure in the chamber 1401 was
stabilized, the main valve 1410 was gradually closed to
narrow its opening until the indication on the Pirani
gage 1442 became 0.1 Torr.

After confirming that the gas feeding and the inner
pressure were stable, followed by turning on of the
switch of the high frequency power source 1443 and
closing of the shutter 1405 (which was also the elec-
trode), a high frequency power of 13.56 MHz was ap-
plied between the electrodes 1403 and 1405 to generate
glow discharging in the chamber 1401 to provide an
input power of 3 W. The above conditions were main-
tained for 10 minutes to form a lower region layer con-
stituting a part of the amorphous layer to a thickness of
600 A.

Then, with the high frequency power source 1443
being turned off for intermission of the glow discharge,
the outflow wvalve 1429 was closed. Thereafter, the
C;H4(0.1)/H; gas was permitted to flow into the mass
flow controller 1417 through the valve 1432 of the
C;H4(0.1)/H> gas bomb 1412 under the pressure of 1
kg/cm? (reading on the outlet pressure gage 1437) by
gradual opening of the inflow valve 1422 and the out-
flow valve 1427, and the feed gas ratio of CoHu(0.1)/H>
to SiH4(10)/H, was conirolled toc 10:0.3 by contrclling
the mass flow controllers 1416 and 1417. Subsequently,
the high frequency power source 1443 was turned on
again to recommence glow discharge. The input power
was 10 W,

After an intermidiate region constituting a part of the
amorphous layer was formed under the above condi-
tions for 5 hours, the high frequency power source 1443
was turned off for intermission of glow discharge.
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Under this state, the outflow valve 1427 was closed,
followed by reopening of the outflow valve 1429, and
the flow amount of the CoHy gas was stabilized to 1/10
relative to the flow amount of SiH4(10)/H; gas by ad-
justment of the mass flow controllers 1419, 1416. Subse-
quently, the high frequency power source was turned
on agamn to recommence glow discharge. The input
power was 3 W, similarly as before.

After glow discharging was maintained for 15 min-
utes to form an upper region layer constituting a part of
the amorphous layer to a thickness of 900 A, the heater
1408 was turned off, with the high frequency power
source 1443 being also turned off, the substrate was left
to cool to 100° C., whereupon the outflow valves 1426,
1429 and the inflow valves 1421, 1422, 1424 were
closed, with the main valve 1410 being fully opened,
thereby to make the inner pressure in the chamber 1401
to less than 10—> Torr. Then, the main valve 1410 was
ciosed and the inner pressure in the chamber 1401 was
made atmospheric through the leak valve 1406, and the
substrate having formed respective layers was taken
out. In this case, the entire thickness of the layers was
about 15u.

The thus prepared image-forming member was
placed 1n an experimental device for charging and expo-
sure to light, and corona charging was effected at &©5.5
KYV for 0.2 sec., followed immediately by irradiation of
a light image. The light image was irradiated through a
transmission type test chart using a tungsten lamp as
light source at a dosage of 1.0 lux.sec.

Immediately thereafter, positively ¢ charged devel-
opers (containing toner and carrier) were cascaded on
the surface of the image-forming member to obtain a
good toner image on the image-forming member. When
the toner image on the image-forming member was
transferred on a transfer paper by corona charging at
&5.0 KV there was obtained a clear image of high
density which was excellent in resolution as well as
gradation reproducibility

EXAMPLE 20

A molybdenum substrate was set similarly as in Ex-
ample 19, followed by evacuation of the glow discharge
deposition chamber 1401 to 5X 10— Torr according to
the same procedures as in Example 19. According to the
same procedures as in Example 19, the auxiliary valve
1441, subsequently the outflow valves 1426, 1427, 1429,
1430 and inflow valves 1421, 1422, 1424, 1425 were
fully opened thereby to effect sufficiently degassing of
the mass flow controllers 1416, 1417, 1419, 1420 to
vacuo. After closing of the auxiliary valve 1441 and the
valves 1426, 1427, 1429, 1430, 1421, 1422, 1424, 1425,
the valve 1435 of the Ar gas (purity 99.9999%) bomb
1415 was opened and adjusted to 1 kg/cm? of the read-
ing on the outlet pressure gage 1440. Then, inflow valve
1425 was opened, followed by gradual opening of the
outflow valve 1430 to permit Ar gas to flow into the
deposttion chamber 1401. The outflow valve 1430 was
gradually opened until the indication on the Pirani gage
1411 became 5 X 10—4 Torr. After the flow amount was
stabilized under this state, the main valve 1410 was
gradually closed to narrow the opening until the pres-
sure in the chamber became 1X 10—2 Torr. After con-
firming that the mass flow controller 1420 was stabi-
lized, with the shutter 1405 being opened, and then the
high frequency power source 1443 was turned on and
an alternate current of 13.56 MHz, 100 W was input
between the supporting member 1403 and the target
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1404 on which a polycrystalline high purity silicon

(purity: 99.999%) and a high purity graphite (purity:
99.999%) were placed. A layer was formed while tak-
Ing matching so as to continue stable discharging under
these conditions. After discharging was continued
under these conditions for one minute, a lower barrier
layer with a thickness of 100 A was formed. Then, the
high frequency power source 1443 was turned off for
intermission of glow discharging. Subsequently, the
outflow valve 1430 and the shutter 1405 were closed
and the main valve 1410 fully opened to discharge the
gas 1 the deposition chamber 1401 until it was evacu:
ated to 5X10—6 Torr. Then, the input voltage at the
heater 1408 was changed by elevating the input voltage
while detecting the substrate temperature, until it was
stabilized constantly at 200° C. Subsequently, following
the same procedures and under the same conditions as
in Example 19, an amorphous layer was formed.
Using the thus prepared image-forming member,
Image formation was effected on a transfer paper in the
same manner and under the same conditions as in Exam-

ple 19. As the result, there was obtained a very clear
image.

EXAMPLE 21

After formation of a lower region layer constituting a
part of an amorphous layer on a molybdenum substrate
according to the same procedures and under the same
conditions as in Example 19, the high frequency power
source 1443 was turned off for intermission of glow
discharge. Under this state, the outflow valve 1429 was
closed, and thereafter the wvalve 1432 of the
C2H4(0.1)/H> gas bomb 1412 and the valve 1433 of the
B2Hg(50)/H3 gas bomb 1413 were opened to adjust the
pressures at the outlet pressure gages 1437, 1438, re-
spectively, to 1 kg/cm?, followed by gradual opening of
the inflow wvalves 1422, 1423 to permit the
CoH4(0.1)/H; gas and BoHg(50)/H3 gas to flow into the
mass flow controllers 1417, 1418, respectively. Subse-
quently, the outflow valves 1427 and 1428 were gradu-
ally opened. The mass flow controllers 1416, 1417 and
1418 were adjusted thereby so that the gas feed ratio of
S1H4(10)/H> to C;H4(0.1)/H> could be 10:0.3 and gas
feed ratio of SiH4(10)/H; to BoHe(50)/H> 50:1. Then,
while carefully reading the Pirani gage 1442, the open-
ing of the auxiliary valve 1441 was readjusted and it was
opened to the extent until the inner pressure in the
chamber 1401 became 1X 102 Torr. After the inner
pressure in the chamber 1401 was stabilized, the main
valve 1410 was readjusted to narrow its opening until
the indication on the Pirani gage 1441 became 0.1 Torr.

After confirming that the gas feeding and the inner
pressure were stable, the switch of the high frequency
power source 1443 was turned on to input a high fre-
quency power of 13.56 MHz to recommence glow dis-
charging in the chamber 1401 to provide an input
power of 10 W. The above conditions were maintained
for 5 hours to form an intermidiate region layer consti-
tuting a part of the amorphous layer. Thereafter, with
the high frequency power source 1443 turned off for
intermission of the glow discharge, the outflow valves
1427 and 1428 were closed, and then the outflow valve
1429 was opened again and the ratio of the flow amount
of CoHy gas to SiH4(10)/H> gas was stabilized to 1/10
by controlling of the mass flow controliers 1419, 1416.
Subsequently, the high frequency power source 1443
was turned on again to recommence glow discharge.
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The input power was thereby 3 W, similarly as in for-
mation of the lower region layer.

After glow discharge was continued for 15 minutes to
form an upper region layer constituting a part of the
amorphous layer to a thickness of 900 A, the heater
1408 was turned off, with the high frequency power
source 1443 being also turned off, the substrate was left
to cool to 100° C., whereupon the outflow valves 1426,
1427, 1428 and the inflow valves 1421, 1422, 1423, 1424
were closed, with the main valve 1410 being fully
opened, thereby to make the inner pressure in the cham-
ber 1401 to less than 10—> Torr. Then, the main valve
1410 was closed and the inner pressure in the chamber
1401 was made atmospheric through the leak valve
1406, and the substrate was taken out. In this case, the
entire thickness of the layers formed was about 15pu.

The thus prepared image-forming member was
placed in an experimental device for charging and expo-
sure to light, and corona charging was effected at ©35.5
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KV for 0.2 sec., followed immediately by irradiation of 20

a light image. The light image was irradiated through a
transmission type test chart using a tungsten lamp as
light source at a dosage of 1.0 lux. sec.

Immediately thereafter, positively €@ charged devel-
opers (containing toner and carrier) were cascaded on
the surface of the image-forming member to obtain a
good toner image on the image-forming member. When
the toner image on the image-forming member was
transferred on a transfer paper by corona charging at
©5.0 KV, there was obtained a clear image of high
density which was excellent in resolution as well as
gradation reproductibility.

Next, the above mmage-forming member was sub-
jected to corona charging by means of a charging light-
exposure experimental device at 6.0 KV for 0.2 sec.,
followed immediately by image exposure to light at a
dosage of 1.0 lux. sec., and thereafter immediately &
charged developer was cascaded on the surface of the
member. Then, by transferring on a transfer paper and
fixing, there was obtained a very clear image.

As apparently seen from the above result, in combina-
tion with the previous result, the image-forming mem-
ver for electrophotography obtained in this Example
has the characteristics of a both-polarity image-forming
member having no dependency on the charged polarity.

EXAMPLE 22

A lower barrier layer was formed on a molybdenum
substrate under the same operational conditions as de-
scribed in Example 20 except that SiH4(10)/H: gas
bomb 1411 was previously replaced with the SiFj4 gas
(purity: 99.999%) bomb. |

Then, with the high frequency power source 1443
being turned off for intermission of glow discharge, the
outflow valve 1430 and the shutter 1405 were closed.
Subsequently, the main valve 1410 was fully opened,
and evacuation of the chamber 1401 was effected to
5% 10—6 Torr. Thereafter, the input voltage for the
heater 1408 was elevated by varying the input voltage
while detecting the substrate temperature until the tem-
perature was stabilized constantly at 200° C.

Then, with the shutter 1405 being closed, an amor-
phous layer was formed according to the same proce-
dure under the same conditions as in Example 19, ex-
cept that SiF4 gas and CyHj gas were employed at a feed
ratio of 1:1 for formation of 2 lower region layer and an
upper region layer, and SiF4 gas and CyH4(0.1)/H> gas
employed at a feed ratio of 2:1 for formation of an inter-
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mediate region layer and that the input power for glow
discharge was charged to 100 W,

After completion of formation of the amorphous
layer, with the heater 1408 being turned off, the outflow
valves 1426, 1428 were closed and the shutter 1405 was
opened again. On cooling of the substrate temperature
to 80° C., an upper barrier layer was subsequently
formed on the amorphous layer according to the same
procedure and under the same conditions as in forma-
tion of the lower barrier layer.

After the lower barrier layer, the amorphous layer
and the upper barrier layer were formed on a molybde-
num substrate as described above, the high frequency
power source 1443 was turned off, whereupon the out-
flow valve 1430 and the inflow valves 1421, 1422, 1425
were closed, with the main valve 1410 being fully
opened, thereby to make the inner pressure in the cham-
ber 1401 to less than 10—> Torr. Then, the main valve
1410 was closed and the inner pressure in the chamber
1401 was made atmospheric through the leak valve
1406, and the substrate was taken out. In this case, the
entire thickness of the layers formed was about 15u.
Using the image-forming member, image was formed
on a transfer paper according to the same procedure
and under the same conditions as in Example 19,
whereby a very clear image was obtained.

EXAMPLE 23

Examples 19 to 22 were similarly repeated except that
CH4 was used 1n place of CoHa in each Example. When
corresponding electrophotographic image-forming pro-
cess was applied for each prepared photoconductive
member, a transferred image with very high quality was
obtained. Further, even after repeated uses for a long
time, there was no deterioration observed in quality of
the transferred image.

What we claim 1s:

1. An electrophotographic process comprising:

(1) charging a photoconductive member for electro-
photography comprising a support and a layer on
the surface of said support; said layer comprising
an amorphous material having silicon atoms as
matrix containing at least one of hydrogen atom
and halogen atom; and containing in at least a por-
tion thereof a layer region containing carbon
atoms; said carbon atoms being distributed un-
evenly in the thickness direction of said layer and
distributed evenly within the planes parallel to said
support surface; and

(2) applying electromagnetic waves to said photocon-
ductive member thereby forming an electrostatic
image.

2. An electrophotographic process according to
claim 1 wherein maximum carbon atom concentration
in said layer region is present on the side of the surface
of the layer opposite the surface of said layer which is
on said support.

3. An electrophotographic process according to
claim 1 wherein the maximum carbon atom concentra-
tion in said layer region is present on the surface of said
layer which is on said support.

4. An electrophotographic process accordmg to
claim 1 further comprising controlling the state of elec-
tric conduction of said photoconductive member by
mcorporating in said layer an impurity which controls
electric conduction.
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>. An electrophotographic process according to
claim 4, wherein said impurity which controls electric
conduction 1s a p-type impurity.

6. An electrophotographic process according to

claam § wherein said p-type impurity is an element of 5

group IIIA of the periodic table.

7. An electrophotographic process according to
claim 6 wherein said element is selected from the group
consisting of B, Al, Ga, In, and TI.

8. An electrophotographic process according to
claim 5 wherein the content of said p-type impurity is
3X 10—2 atomic percent or less.

9. An ceclectrophotographic process according to
claim 4 wherein said impurity which controls electric
conduction is an n-type impurity.

10. An electrophotographic process according to
claim 9 wherein said n-type impurity is an element of
group VA of the period table.

11. An electrophotographic process according to
claam 10 wherein said element is selected from the
group consisting of N, P, As, Sb and Bi.

12. An electrophotographic process according to
claim 1 wherein said layer has a thickness of 3 to 100
microns.

13. An electrophotographic process according to
claim 1 including employing an intermediate layer be-
tween said support and said layer.

14. An electrophotographic process according to
claim 13 wherein said intermediate layer comprises an
electrically insulating metal oxide.

15. An electrophotographic process according to

claim 13 wherein said intermediate layer has a thickness
of 30 to 1000 angstroms.

16. An electrophotographic process according to
claim 1 including employing a layer having a combined

content of hydrogen atom and halogen atom from 1 to
40 atomic percent.

17. An electrophotographic process comprising:

(1) charging a photoconductive member for electro-
photography comprising a support and a lyaer on
the surface of said support; said layer comprising a
photoconductive amorphous material having sili-
con atoms a matrix containing at least one of hy-

drogen atom and halogen atom and carbon atoms
with a maximum carbon atom concentration, Cpgx,
in a plane parallel to said support surface; ssid car-
bon atoms being distributed unevenly in the thick-
ness of direction of said layer and distributed
evenly within the planes parallel to said support
surface; and

(2) applying electromagnetic waves to said photocon-

ductive member thereby forming an electrostatic
image.

18. An electrophotographic process according to
claim 17 including employing in said layer a region in
which said carbon atoms are increasingly distributed
continuously in the thickness direction of said layer to
sald Cpax.

19. An electrophotographic process comprising:
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the surface of said support; said layer comprising
an amorphous material having silicon atoms as
matrix containing at least one of hydrogen atom
and halogen atom; and containing in at least a por-
tion thereof a layer region containing carbon atoms
in an amount from 0.05 to 30 atomic percent with a
maximum carbon atom concentration, Cpygy, In a

plane parallel to said support surface of from 0.03
to 90 atomic percent; said carbon atoms being dis-
tributed unevenly in the thickness direction of said
layer and distributed evenly within the planes par-
allel to said support surface; and

(2) applying electromagnetic waves to said photocon-

ductive member thereby forming an electrostatic
image.

20. An electrophotographic process comprising:

charging a phoboconductive member for electropho-

tography comprising a support and a layer on the
surface of said support; said layer which comprises
an amorphous material containing silicon atoms as
matrix and at least one of hydrogen and halogen
atoms, said layer containing carbon atoms and the
distribution profile of the content of carbon atoms
being uneven in the direction of the layer thickness,
wherein the layer comprises a lower layer region in
which the content of carbon atom is distributed
substantially uniformly in the layer thickness direc-
tion at a distribution content of Cj, an upper layer
region in which the content of carbon atom is dis-
tributed substantially uniformly in the layer thick-
ness direction at a distribution content of C; and an
intermediate layer region sandwiched between
both of said layer, in which the content of carbon
atoms is distributed substantially uniformly in the
layer thickness direction at a distribution content of
Cs3, the values of C; and C; being respectively
greater than the value of Cs3; and

applying electromagnetic waves to said photocon-

ductive member thereby forming an electrostatic
image.

21. An electrophotographic photoconductive mem-
ber comprising a support and a layer; said layer which
comprises an amorphous material containing silicon
atoms as matrix and at least one of hydrogen and halo-
gen atoms, said layer containing carbon atoms and the
distribution profile of the content of carbon atoms being
uneven in the direction of the layer thickness, wherein
the layer comprises a first layer region in which the
content of carbon atoms is distributed in the layer thick-
ness direction at the first distribution content, a second
layer region in which the content of carbon atoms is
distributed in the layer thickness direction at the second
distribution content different from the first distribution
content, and a third layer region defined between the
first and second regions, and wherein the content of
distribution carbon atoms changes in the layer thickness
direction from the first distribution content on the side
of the first layer region to the second distribution con-

(1) charging a photoconductive member for electro- 60 tent on the side of the second layer region.

photography comprising a support and a lyaer on
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